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(54) Olefin poytmerization catalyst and process for olefin polymerization 



(57) The present invention provides an olefin polym- 
erization catalyst by the use of which an olefin (copoly- 
mer can be obtained with a high polymerization activity, 
and also provides a process lor olefin polymerization 
using the catalyst. The olefin polymerization catalyst 
comprises a transition metal compound (A) represented 
by the formula (I): 



m:2-6 

R 1 - R 5 : hydrogen, hydrocarbon groip, silicon-con- 
taining group or the like (When M is an atom of 
Group 6, R 1 is not an aromatic hydrocarbon group.) 
n: number satisfying a valence of M 
X: halogen, hydrocarbon group or the lite 
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O) M: atom of Group 3 to Group 1 1 
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CO A: N, P 

Q: tf-C, N, P 
S: F^-C, N, P 
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Description 

FIELD OF THE INVENTION 

5 [0001] The present invention relates to an olefin polymerization catalyst and a process tor olefin polymerization 
using th catalyst. More particularly, the invention relates to a novel olefin polymerization catalyst which has a high 
polymerization activity, and also relates to a process for olefin polymerization using the catalyst 

BACKGROUND OF THE INVENTION 



[0002] Kaminsky catalysts" are well known as olefin polymerization catalysts. The Kaminsky catalysts exhibit 
extremely high polymerization activity, and by the use of them, polymers of narrow molecular weight cfistrftxition can be 
obtained. Transition metal compounds known as employable for the Kaminsky catalysts are, for example, bis(cyclopen- 
tadienyfjarcortium cfichJoride (see Japanese Patent Laid-Open Publication No. 19309/1983) and ethylenebis(4,5,6,7- 
15 tetrahydroindenyf)zircoruum dichloride (see Japanese Patent Laid-Open Publication No. 130314/1986). It is also known 
that the olefin polymerization activity and the properties of the resulting polyolef ins greatly vary when different transition 
metal compounds are used in the polymerization. Recently, transition metal compounds having a ligand of diimine 
structure have been proposed as novel olefin polymerization catalysts (see International Patent Publication No. 
9623010). 

20 [0003] By the way, polyole*ins generally have excellerrt mechanical properties, so that they are used in many fields 
such as fields of various molded products. However, with the diversification of requirements for the properties of pdy- 
olefins, polyolefins of various properties have been desired in recent years. Moreover, increase of productivity has been 
also desired. 

[0004] Under such circumstances as mentioned above, there has been desired development of olefin pdymeriza- 
25 tion catalysts exhfoiting excellent olefin polymerization activity and capable of producing polyolefins of excellent prop- 
erties. 

OBJECT QF THE INVENTION 

30 [0005] It is an object of the invention to provide an olefin polymerization catalyst exhibiting an excellent olefin 
polymerization activity and a process for olefin polymerization using the catalyst 

SUMMARY OF THE INVENTION 

35 [0006] The olefin polymerization catalyst according to the present invention comprises: 

(A) a transition metal compound represented by the following formula (0 : 
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45 




(I) 



55 



wherein M is a transition metal atom selected from Group 3 to Group 1 1 of the periodic table, 



U is a carbon atom having a substrtuent group R 2 , a nitrogen atom or a phosphorus atom, 
A is a nitrogen atom or a phosphorus atom, 
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Q is a carbon atom having a substituent group R 3 , a nitrogen atom or a phosphorus atom. 
S is a carbon atom having a substituent group R 4 , a nitrogen atom or a phosphorus atom, 
T is a carbon atom having a substituent group R 5 , a nitrogen atom or a phosphorus atom, 
m is an integer of 2 to 6, 

5 R 1 to R 5 may be the same or different when M is a transition metal atom selected from Group 3 to Group 5 

and Group 7 to Group 1 1 of the periodic table, they are each a hydrogen atom, a halog n atom, a hydrocarbon 
group, a heterocyclic compound residual group, an oxygen-containing group, a nitrogen-containing group, a 
boron-containing group, a suffur-containing group, a phosphorus-containing group, a silicon-containing group, 
a germanium-containing group or a tin-containing group, and when M is a transition metal atom selected from 

w Group 6 of the periocOc table, R 1 is a hydrogen atom, a halogen atom, an aliphatic hydrocarbon group, an ali- 

cyctic hydrocarbon group, a heterocyclic compound residual group, an oxygen-containing group, a nitrogen- 
containing group, a boron-containing group, a suffur-containing group, a phosphorus-containing group, a sili- 
con-containing group, a germarvum-containing group or a tin-containing group and R 2 to R 5 are each a hydro- 
gen atom, a halogen atom, a hydrocarbon group, a heterocyclic compound residual group, an oxygen- 

is containing group, a nitrogen-containing group, a boron-containing group, a sulfur-containing group, a phospho- 

rus-containing group, a silicon-containing group, a germanium-containing group or a tin-containing group, 
two or more of R 1 to R 5 may be bonded to each other to form a ring, and one group of R 1 to R 5 contained in 
one Bgand and one group of R 1 to R 5 contained in another ligand may form a bonding group or a single bond, 
n is a number satisfying a valence of M, and 

20 X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-containing 

group, a nitrogen-containing group, a boron-containing group, an alurnrtinrKXsntaining group, a phosphorus- 
containing group, a halogen-containing group, a heterocyclic compound residual group, a siBcon-containing 
group, a germanium-containing group or a tin-containing group, and when n is 2 or greater, plural groups indi- 
cated by X may be the same or different to each other and plural groups indicated by X may be bonded to each 

25 other to form a ring. 



[0007] The olefin polymerization catalyst according to the present invention comprises: 



(A) Transition metal compound represented by the above formula (I), and 
30 (B) at least one compound selected from: 



(B-1) an organometallic compound, 

(B-2) an organoaluminum oxy-compound, and 

(B-3) aconrpound which reacts with the transition metal compound (A) to form an ion pair. 

35 

[0008] The olefin polymerization catalyst according to the present invention may further comprise a carrier (C) in 
addition to the transition metal compound (A) and at least one compound (B) selected from the organometallic com- 
pound (B-1), the organoaluminum oxy-compound (B-2) and the compound (B-3) which reacts with the transition metal 
compound (A) to form an ion pair. 
40 [0009] The process for olefin polymerization according to the present invention comprises polymerizing or copoty- 
merizing an olefin in the presence of the above-mentioned olefin polymerization catalyst. 

BRIEF DESCRIPTION OF THE DRAWING 

45 [0010] 

Fig. 1 is an explanatory view showing steps for preparing the olefin polymerization catalyst according to the present 
invention. 



so DETAILED DESCRIPTION OF THE INVENTION 



[0011] The olefin polymerization catalyst of the present invention and the process for olef in polymerization using 
this catalyst are described in detail hereinafter. 

[001 2] The meaning of the term "polymerization" used herein is not limited to "homopctymerization" but may com- 
55 prehend "expolymerizatkxr. Also, the meaning of the term "polymer used herein is not limited to "homopolymer" but 
may comprehend "copolymer". 

[001 3] The olefin polymerization catalyst according to the invention is formed from: 
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(A) a transition metal compound represented by the formula (I) described below, and 

(B) at least one compound selected from: 

(B-1) an organometallic compound, 
5 (B-2) an organoaluminum oxy-compound, and 

(B-3) a compound which reacts with the transition metal compound (A) to form an ion pair. 

[0014] First, the catalyst components for forming the olefin polymerization catalyst of the invention are described. 

10 (^) Transition metal compound 

[001 5] The transition metal compound (A) for use in the invention is represented by the following formula (I). 



15 



20 




(i) 



30 

[0016] In the above formula. M is a transition metal atom selected from Group 3 (including larrthanoid) to Group 1 1 
of the periodic table, preferably a transition metal atom selected from Group 3 (including larrthanoid) to Group 9, more 
preferably a transition metal atom selected from Group 3 to Group 5 and Group 9, particularly preferably a transition 
metal atom selected from Group 4 and Group 5. Examples of such metal atoms include scandium, titanium, zirconium, 
35 hafnium, vanadium, niobium, tantalum, cobalt, rhodium, yttrium, chromium, molybdenum, tungsten, manganese, rhe- 
nium, iron and ruthenium. Of these, preferable are scandium, titanium, zirconium, hafnium, vanadium, niobium, tanta- 
lum, cobalt, rhodium and the like More preferable are titanium, zirconium, hafnium, cobalt rhodium, vanadium, 
niobium, tantalum and the like. Particularly preferable are titanium, zirconium and hafnium. 

[0017] N — M generally indicates a coordinate bond, but in the invention, it sometimes indicates no coordinate 
40 bond. 

[0018] A is a nitrogen atom or a phosphorus atom preferably a nitrogen atom. 

[0019] A-M generally indicates a bond between A and the metal M, but in the invention, it may indicate that a pyrrole 
group (in the case where A is nitrogen) is i)-bonded to the metal M. 

[0020] U is a carbon atom having a substituent group R 2 [-{Fp)C=), a nitrogen atom (-N=) or a phosphorus atom (- 
45 P=), preferably a carbon atom having a substituent group R 2 or a phosphorus atom, more preferably a carbon atom hav- 
ing a substituent group R 2 . 

[0021 ] Q is a carbon atom having a substituent group R 3 (-(R^O). a nitrogen atom ( N=) or a phosphorus atom (- 
P=), preferably a carbon atom having a substituent group R 3 . 

[0022] S is a carbon atom having a substituent group R 4 (-(R^C-), a nitrogen atom ( N=) or a phosphorus atom (• 
so P=), preferably a carbon atom having a substituent group R 4 . 

[0023] T is a carbon atom having a substituent group R 5 (-(R 2 )^), a nitrogen atom (-N=) or a phosphorus atom (- 

P=), preferably a carbon atom having a substituent group R 5 . 

[0024] m is an integer of 2 to 6, preferably an integer of 2 to 4, more preferably 2. 

[0025] R 1 to R 5 may be the same or different, when M is a transition metal atom selected from Group 3 to Group 5 
55 and Group 7 to Group 11 of the periodic table, they are each a hydrogen atom, a halogen atom, a hydrocarbon group, 
a heterocyclic compound residual group, an oxygen-containing group, a nitrogen-containing group, a boron-containing 
group, a sulfur-containing group; a phosphorus-containing group, a silicon-containing group, a germanium-containing 
group or a tin-containing group, and when M is a transition metal atom selected from Group 6 of the periocfic table, R 1 
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is a hydrogen atom, a halogen atom, an aliphatic hydrocarbon group, an alicyclic hydrocarbon group, a heterocyclic 
compound residual group, an oxygen-containing group, a nitrogen-containing ojoup. a boron-containing group, a sulfur- 
containing group, a phosphorus-containing group, a silicon-containing group, a germanium-containing group or a tin- 
containing group and R 2 to R 5 are each a hydrogen atom, a halogen atom, a hydrocarbon group, a heterocyclic com- 
5 pound residual group, an oxygen-containing group, a nitrogen-containing group, a boron-containing group, a sulfur-con- 
taining group, a phosphorus-containing group, a silicon-containing group, a germanium-containing group or a tin- 
containing group. 

[0026] Examples of the hydrocarbon groups include: 

ro aliphatic hydrocarbon groups, specifically, straight-chain or branched alkyl groups of 1 to 30 carbon atoms, prefer- 
ably 1 to 20 carbon atoms, such as methyl, ethyl, n-propyl, isopropyt. n-butyl, isobutyl, sec-butyl, tert-butyl, neo- 
pentyl and n-hexyl, straight-chain or branched alkenyl groups of 2 to 30 carbon atoms, preferably 2 to 20 carbon 
atoms, such as vinyl, ally! and isopropenyl, and straight-chain or branched alkynyl groups of 2 to 30 carbon atoms, 
preferably 2 to 20 carbon atoms, such as emynyl and propargyl; 

75 alicyclic hydrocarbon groups, specifically, cyclic saturated hydrocarbon groups of 3 to 30 carbon atoms, preferably 
3 to 20 carbon atoms, such as cyclopropyl, cyciobutyl, cydcpentyt, cyclohexyl and adamantyl, and cyclic unsatu- 
rated hydrocarbon groups of 5 to 30 carbon atoms, such as cydopentadienyi, indenyl and fluorenyl; and 
aromatic hydrocarbon groups, specifically, aryl groups of 6 to 30 carbon atoms, preferably 6 to 20 carbon atoms, 
such as phenyl, benzyl, naphthyt, brphenytyl, terphenyl. phenarrthryl and anthryl, and alkyl-substituted aryl groups, 

20 such as tolyf, isopropytphenyl, t-butyrphenyl, dimethylphenyl and dM-butytphenyl. 

[0027] In the above hydrocarbon groups, a halogen atom may be substituted for the hydrogen atom. Examples of 
such hydrocarbon groups include halogenated hydrocarbon groups of 1 to 30 carbon atoms, preferably 1 to 20 carbon 
atoms, such as trifluoromethyt, pentafluorophenyl and chlorophenyl. 

25 [0028] The above hydrocarbon groups may be substituted with other hydrocarbon groups. Examples of the thus 
substituted hydrocarbon groups include aryt-substituted alkyl groups, such as benzyl and cumyl. 
[0029] Further, the above hydrocarbon groups may be substituted with heterocyclic compound residual groups; 
oxygen-containing groups, such as an alkoxy group, an arytoxy group, an ester group, an ether group, an acyl group, a 
carboxyi group, a carbonate group, a hydroxy! group, a peroxy group and a carboxylic anhydride group; nrtrogervcon- 

30 taining groups, such as an amino group, an imino group, an amido group, an imido group, a hydrazino group, a hydra- 
zono groupt a nitro group, a nrtroso group, a cyano group, an isocyano group, a cyanic ester group, an amkfino group, 
a diazo group and an ammonium salt derived from an amino group; boron-containing groups, such as a boranediyl 
group, a boranetriyf group and a diboranyl group; sulfur-containing groups, such as a mercapto group, a thioester group, 
a dithioester group, an alkylthto group, an arytthio group, a thioacyl group, a thioether group, a thiocyanic ester group, 

35 an isothiocyanic ester group, a sulfonic ester group, a suKonamido group, a thbcarboxyi group, a cfthiocarbaxyl group, 
a sulfo group, a suifonyl group, a suff inyl group, a sutfenyl group, a sutfonato group and a surfrato group; phosphorus- 
containing groups, such as a phosphido group, a phosphoryl group, a thiophosphoryl group and a phosphate group; sil- 
icon-containing groups; germanium-containing groups; or tin-containing groups. 

[0030] Thus, the hydrocarbon groups may be substituted with an oxygen-containing group, nrtrogen-containing 
40 group, a boron-containing group, a suffur-corrtaining group, a phosphorus-containing group, a silicon-contairring group, 
a germanium-containing group, a tin-containing group or the like, and in this case, the substituent group such as the 
oxygen-containing group is desirably a group whose characteristic atomic group is not directly bonded to N or the car- 
bon atom of U, Q, S, T or A in the formula (I). 

[0031] Of the above groups, preferable are straight-chain or branched alkyl groups of 1 to 30 carbon atoms, prefer- 
45 ably 1 to 20 carbon atoms, such as methyl, ethyl, n-propyl, isopropyt, n-butyl. isobutyl, sec-butyl, t-butyl, neopentyl and 
n-hexyl; aryl groups of 6 to 30 carbon atoms, preferably 6 to 20 carbon atoms, such as phenyl, naphthyl, brphenytyl, ter- 
phenyl, phenarrthryl and anthryl; and substituted aryl groups wherein the above aryl groups are substituted with 1 to5 
substituent groups such as halogen atoms, alkyl groups of 1 to 30 carbon atoms, preferably 1 to 20 carbon atoms, 
alkoxy groups of 1 to 30 carbon atoms, preferably 1 to 20 carbon atoms, aryl groups of 6 to 30 carbon atom, preferably 
so 6 to 20 carbon atoms, and aiyloxy groups of 6 to 30 carbon atoms, preferably 6 to 20 carbon atoms. 

[0032] Two or more of R 1 to R 5 can be bonded to each other to form a ring. Examples of such rings include con- 
densed rings, such as a benzene ring, a naphthalene ring, an acenaphthene ring and an indene ring; and groups 
wherein alkyl groups such as methyl, ethyl, propyl and butyl are substituted for the hydrogen atoms on these condensed 
rings. 

55 [0033] The heterocyclic compound residual group is a cyclic group containing 1 to 5 hetero atoms therein, and the 
hetero atom is O, N, S, P or B. The cyclic ring is, for example, a monocyclic or polycydic ring of 4 to 7 members, pref- 
erably a monocyclic or polycydic ring of 5 to 6 members. Examples of such groups include residual groups of nitrogen- 
containing compounds such as pyrrole, pyridine, pyrimidine, quinoline and triazine; residual groups of oxygen-contain- 



5 



EP1 008595 A2 



ing compounds such as furan and pyran; residual groups of sutfur-containirtg compounds such as thiophene; and 
groups wherein these residual groups are further substituted with substrtuent groups such as alkyf groups of 1 to 30 
carbon atoms, preferably 1 to 20 carbon atoms, and alkoocy groups of 1 to 30 carbon atoms, preferably 1 to 20 carbon 
atoms. 

5 [0034] The oxygen-containing group is a group containing 1 to 5 oxygen atoms therein. In the oxygervcontaining 
group, the above-described heterocyclic compound residual group is not included, and a group containing a nitrogen 
atom, a sulfur atom, a phosphorus atom, a halogen atom or a silicon atom each of which is directly bonded to the oxy- 
gen atom is not included either. Examples of the oxygen-containing groups include an alkoxy group, an aryloxy group, 
an ester group, an ether group, an acyi group, a carboxyl group, a carbonato group, a hydroxy! group, a peroxy group 

10 and a carboxyfic anhydride group. Preferable are an alkoxy group, an aryloxy group, an acetoxy group, a carbonyl 
group, a hydroxyl group and the tike. When the oxygen-containing group contains carbon atom, the number of carbon 
atoms is desired to be in the range of 1 to 30. preferably 1 to 20. 

[0035] The nitrogen-containing group is a group containing 1 to 5 nitrogen atoms therein, and the above-descrfoed 
heterocyclic compound residual group is not included. Examples of the nrtrogernxxitaining groups include an amino 

is group, an imino group, an amido group, an imido group, a hydrazino group, a hydrazono group, a nrtro group, a nitroso 
group, a cyano group, an isocyano group, a cyanic ester group, an amidino group, a cfiazo group and an ammonium salt 
group derived from an amino group. Of these, preferable are an amino group, an imino group, an amido group, an imido 
group, a nrtro group and a cyano group. When the nitrogen-containing group contains carbon atom, the number of car- 
bon atoms is desired to be in the range of 1 to 30. preferably 1 to 20. 

20 [0036] The sulfur-containing group is a group containing 1 to 5 sulfur atoms therein, and the above-described het- 
erocyclic compound residual group is not included. Examples of the sulfur-contai rung groups include a mercapto group, 
a thioester group, a cfithtoester group, an alkytthio group, an aryrthio group, a thioacyl group, a thioether group, a thio- 
cyanic ester group, an isothiocyantc ester group, a sulfonic ester group, a surtonanrido group, a thiocarboxyl group, a 
drthiocarboxyl c^oup, a sutfo group, a sulfonyl group, a suff inyi group, a surfenyl group, a sutfonato croup and a sulf inato 

25 group. Of these, preferable are a sutfonato group, a sulfinato group, an alkytthio group and an arytthto group. When the 
surfur-containing group contains carbon atom, the number of carbon atoms is desired to be in the range of 1 to 30, pref- 
erably 1 to 20. 

[0037] The silicon-containing group is a group containing 1 to 5 silicon atoms therein, and examples thereof include 
a stlyl group, such as a hydrocarbon-substituted siryl group, a siloxy group, such as a hydrocarbon-substituted sfloxy 

30 group, or the like. Examples of the hydrocarbon-substituted stlyt groups include methyteilyl, dimethytsilyl, trimethyteiryl, 
etrtyteilyt. cfiethytsftyl, triethytsityl, diphenytmethyteiryl, triphenylsiryl, dimethytphertytsByl. cfinriefhyM-butytsiryl and dime- 
thyi(pentaftuorophenyi)^ Of these, preferable are methyteilyl, dimethyteilyl, mmethyteityl, ethytsiryl, diethylsilyl, tri- 
ethytsilyl, dimethylphenylsiryl and triphenylsiryl. Particularly preferable are trrmethylsilyl, triethyteilyl, triphenyisiryl and 
dimethylphenyisilyl. Examples of the hydrocarbon-substituted siloxy groups include trirnethytefloxy 

35 [0038] When the silkxw-amtaining group contains carbon atom, the number of carbon atoms is desired to be in the 
range of 1 to 30, preferably 1 to 20. 

[0039] The phosphaus-containing group is a group containing 1 to 5 phosphorus atoms therein, and the above- 
described heterocyclic compound residual group is not included. Examples of the phosphorus-containing groups 
include a phosphino group, a phosphoryl group, a thiophosphoryl group and a phosphono group. 

40 [0040] The boron-containing group is a group containing 1 to 5 boron atoms therein, and the above-descrrbed het- 
erocycfic compound residual group is not included. Examples of the boron-containing groups include a boranediyl 
group, a boranetriy! group and a dfcoranyl groupi Preferable is a boryt group substituted with 1 to 2 hydrocarbon groups 
of 1 to 30 carbon atoms, preferably 1 to 20 carbon atoms, or a borate group substituted with 1 to 3 hydrocarbon groups 
of 1 to 30 carbon atoms, preferably 1 to 20 carbon atoms. When the boron-containing group is a group substituted with 

45 two or more hydrocarbon groups, the hydrocarbon groups may be the same or different. 

[0041 ] Examples of the germanium-containing groups or the tin-containing groups include groups wherein silicon 
is replaced with germanium or tin in the above-mentioned silicon-containing groups. 

[0042] The oxygen-containing group, nitrogen-containing group, sulfur-containing group, boron-containing group. 

aluminum-containing group and prx)Sphorus-containing group mentioned above are each preferably a group whose 
so characteristic atomic group is directly bonded to N or the carbon atom of U, Q, S, T or A in the formula (I). 

[0043] The above examples of the groups indicated by R 1 to R 5 are more specifically described below. 

[0044] Of the oxygen-containing groups, preferred examples of the alkoxy groups include methaxy, ethoxy, rvpro- 

poxy, isopropoxy. n-butoxy, isobutaxy and tert-butoxy; preferred examples of the aryloxy groups include phencxy, 2.6- 

dimethyiphenoxy and 2,4,6-trimethytphenoxy; preferred examples of the acyl groups include formyl, acetyl, benzoyl, p- 
55 chtorobenzoyl and p-methoxybenzoyl; and preferred examples of the ester groups include acetyloxy. benzoyfoxy, meth- 

oxycarbortyl, phenoxycarbonyl and p-rittoropheroxycarbonyl . 

[0045] Of the nitrogen-containing groups, preferred examples of the amido groups include acetarmio. N-methyta- 
cetamido and N-mettrylbenzamido; preferred examples of the amino groups includ alkylamino groups, such as meth- 
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ylamino, dimethylamino, dethytarrrino, dipropylamino, dixitytamino and dicydohexytamino, and arytamino groups or 
alkyfarylamino groups, such as phenytamino, diphenylarrrino, ditolytamino, cfinaprrthylamino and methytphenylamino; 
preferred examples of the imido groups include acetimido and benzirrrido; and preferred examples of the imino groups 
include methylimino, ethylimino, propylimino, butylimino and phenylimino. 

5 [0046] Of the sulfur-containing groups, preferred examples of the alkytthio groups include methytthio and ethytthio; 
preferred examples of the arytthio groups include phenytthio. methylphenyHhio and naprtthytthio; preferred examples of 
the thioester groups include acetytthio. benzoytthio, methytthiorarbonyl and phenytthiocartxxiyl; preferred examples of 
sulfonic ester groups include rnethylsutfonate, ethytsutfbnate and phenyteutfonate esters; and preferred examples of the 
sulfonamido groups include phenylsutfonamido, N-metrrylsurfonamido and N-methyHp-toluenesufforiarrddo. 

10 [0047] Examples of the suKonato groups include methytsutfonato, trif luoromethanesuKonato, phenytsulfonato, ben- 
zylsulfonato, p4oluenesurfonato. trimethyfbereenesurfonato, triisobutyfbenzenesulfonato, p-chlorobenzenesutfonato 
and perrtafluorobenzenesutfonato. Examples of the sutfinato groups include methylsulfinato, phenylsulfinato, benzyl- 
sulf inato, p-toluenesuffinato, trimethylbenzenesulfinato and perrtafluorobenzenesufrinato. 

[0048] Of the phosphorus-containing groups, preferred examples of the phosphino groups include dimethytphos- 
15 phino group, diphenylphosphino group or the like; preferred examples of the phosphoryl groups include methytphos- 
phoryl group, isopropytphosphoryl group, phenylphosphoryl group or the like; preferred examples of the thiophosphoryl 
groups include rnethyfthtophosphoryl group, isopfopytthiophosphoryl group, pherrytthiophosphoryl group or the like; 
preferred examples of the phosphono groups include phosphoric acid cpoup, phosphate ester group, such as dimethyl 
phosphate, ditsopropyl phosphate, tiphenyl phosphate, or the like. 
20 [0049] When M is a transition metal atom selected from Group 3 to Group 5 and Group 7 to Group 1 1 of the periodic 
table, R 1 to R 5 are each preferably a hydrogen atom, a halogen atom, a hydrocarbon group, a heterocyclic compound 
residual group, an oxygen-containing group, a nitrogen-containing group, a boron-containing group, a sutfur-containing 
group, a sfl icon-containing group, a germanium-containing group or a tin-containing group. When M is a transition metal 
atom selected from Group 6 of the periodic tabte, R 1 is preferably a hydrogen atom, a halogen atom, an aliphatic hydro- 
ps carbon group, an alicyclic hydrocarbon group, a heterocyclic compound residual group, an oxygen-containing group, a 
nitrogen-containing group, a boron-contairring group, a sulfur-containing group, a silicon-containing group, a germa- 
nium-containing group or a tin-containing group, and R 2 to R 5 are each preferably a hydrogen atom, a halogen atom, a 
hydrocarbon group; a heterocyclic compound residual group, an oxygen-containing group, a nitrogen-containing group, 
a boron-containing group, a sutfur-containing group, a silicon-containing group, a germanium-containing group oratin- 
30 containing group. 

[0050] When Mis a transition metal atom selected from Group 3 to Group 5 and Group 7 to Group 11 of the periodic 
table, R 1 to R 5 are each especially a hydrogen atom, a halogen atom, a hydrocarbon group, a heterocyclic compound 
residual group, an oxygen-containing group, a nitrogen-containing group, a sulfur-containing group or a silicon-contain- 
ing group. When M is a transition metal atom selected from Group 6 of the periodic table, R 1 is especially a hydrogen 
35 atom, a halogen atom, an aliphatic hydrocarbon group, an alicyclic hydrocarbon group, a heterocyclic compound resid- 
ual group, an oxygen-containing group, a nitrogen-containing group, a sutfur-containing group or a sificorhcontaining 
group, and R 2 to R 5 are each especially preferably a hydrogen atom, a halogen atom, a hydrocarbon group, a hetero- 
cyclic compound residual group, an oxygen-containing group, a nitrogen-containing group, a sutfur-containing group or 
a stlkx>n-containing group. 

40 [0051] In particular, as regards activity, R 5 is preferably a hydrogen atom, a halogen atom, a hydrocarbon group, a 
heterocycfic compound residual group, a hydrocarbon-substituted silyl group, a hydrocarbon-substituted sitaxy group, 
an alkoxy group, an alkytthio group, an arytoxy group, arytthio group, an acyl group, an ester group, a thioester group, 
an anrtido group, an amino group, an imido group, an imino group, a sulfonic ester group, a sulfonamido group, a cyano 
group, a nitro group or a hydroxy! group, more preferably a hydrogen atom, a halogen atom, a hydrocarbon group or a 

45 hydrocarbon-substituted silyl group. 

[0052] Preferred examples of the hydrocarbon groups indicated by R 5 include straight-chain or branched alky! 
groups of 1 to 30 carbon atoms, preferably 1 to 20 carbon atoms, such as methyl, ethyl, n-propyl, isopropyl, n-butyl, iso- 
butyl, sec-butyl, tert-butyl, neopentyl and n-hexyl; cyclic saturated hydrocarbon groups of 3 to 30 carbon atoms, prefer- 
ably 3 to 20 carbon atoms, such as cydopropyl, cyclobutyl, cycfoperrtyl. cydohexyl and adamantyl; aryl groups of 6 to 

so 30 carbon atoms, preferably 6 to 20 carbon atoms, such as phenyl, benzyl, naphthyl, biphenylyf and triphenyryl; and 
groups wherein the above groups are substituted with substituent groups such as an alkyl or alkoxy group of 1 to 30 
carbon atoms, preferably 1 to 20 carbon atoms, a hatogenated alkyl group of 1 to 30 carbon atoms, preferably 1 to 20 
carbon atoms, an aryl or arytoxy group of 6 to 30 carbon atoms, preferably 6 to 20 carbon atoms, halogen, a cyano 
group, a nitro group and a hydroxyl group. 

55 [0053] Preferred examples of the rrydrocarborv^ubstrtuted silyl groups indicated by R 5 include methyteilyt. dimeth- 
ylsilyl, trimethylsilyl, ethytsilyl, diethylsilyl, triethylsilyl, dipherrylmethylsilyl, triphenylsilyl, cfimethylphenyteilyl, dimethyl -t- 
butytsilyl and dimethyl(perrtarfluoropheny^ Particularly preferabl are trimethylsilyl, triethytphenylsilyl, cfiphenyl- 
methylsilyt, isophenytsilyl, dimethytphenylsilyl, dimethyl-t-butylsilyl and dimethyl(pentafluorophenyOsilyl. 
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[0054] Two or more groups of R 1 to R 5 , preferably neighboring groups, may be bonded to each other to form an 
aliphatic ring, an aromatic ring or a hydrocarbon ring containing a hetero atom such as a nitrogen atom. These rings 
may further have a substituent group. 

[0055] One group of R 1 to R 5 contained in one ligand and one group of R 1 to R 5 contained in another ligand may 
form a bonding group or a singl bond, and R 1 s, R 2 ^ R 3 ^ R 4 s, or R 5 s may be the same or different 
[0056] n is a number satisfying a valence of M, specif ically, an integer of 0 to 5, preferably an integer of 1 to 4, more 
preferably an integer of 1 to 3. 

[0057] X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-contain- 
ing group, a nitrogen-containing group, a boron-containing group, an aluminum-containing group, a phosphorus-con- 
taining group, a halogen-containing group, a heterocyclic compound residual group, a silicon-containing group, a 
germatiurn-containing group or a tin-containing group. When n is 2 or greater, plural groups indicated by X may be the 
same or different 

[0058] The halogen atom is fluorine, chlorine, bromine or iodine. 

[0059] Examples of the hydrocarbon groups include the same groups as previously descnbed with respect to R 1 to 
R 5 . specifically, there can be mentioned alkyl groups, such as methyl, ethyl, propyl, butyl, hexyl, octyl, nonyl, dodecyl 
and eicosyl; cycloalkyl groups of 3 to 30 carbon atoms, such as cydopentyl, cydohexyl, norbornyl and adamantyt; alke- 
nyl groups, such as vinyl, property) and cydohexenyt; arytalkyl groups, such as benzyl, phenyl ethyl and phenytpropyt; 
and aryl groups, such as phenyl, tolyl, dimethytphenyl, trimethytphenyl, ethylphenyl, propylphenyl, btphenytyl, naphthyl, 
methyinaphthyl, anthryl and phenanthryl. These hydrocarbon groups include halogenated hydrocarbon groups, specif- 
ically, groups wherein at least one hydrogen is replaced with halogen in the hydrocarbon groups of 1 to 20 carbon 
atoms. 

[0060] Of the above groups, preferable are hydrocarbon groups of 1 to 20 carbon atoms. 
[0061 ] Examples of the oxygen-containing groups include the same groups as previously descnbed with respect to 
R 1 to R 5 . Specifically, there can be mentioned a hydroxy! group; alkoocy groups, such as methoxy, ethoxy, propoxy and 
butaxy; aryfoxy groups, such as phenoxy, methytphenaxy, dirnethylphenoxy and naphthoxy; arylaltaxy groups, such as 
phenytmethaxy and phenylethoxy; an acetoxy group; and a carbonyl group. 

[0062] Examples of the suffur-containing groups include the same groups as previously described with respect to 
R 1 to R 5 . Specifically, there can be mentioned sulfonate groups, such as methyfsuttonato, trifluoromethanesulfonato, 
phenytsutfonato, benzytsutfonato, p-toluenesurfonato, trimethylbenzenesurfonato, triisobutylbenzenesulfonato, p-cWo- 
robenzenesurfonato and pentafluorobenzenesultonato; surfrato groups, such as methylsuifinato, phenytsulfinata, ben- 
zytsutfinato, p-toluenesurfinato, trimethylbenzenesulfinato and pentafluorobenzenesulfinato; alkytthb groups; and 
arytthfo groups. 

[0063] Examples of the nitrogen-containing groups include the same groups as previously described with respect 
to R 1 to R 5 . Specifically, there can be mentioned an amino group; alkytamino groups, such as methylamino, dimethyl- 
amino, diethylamino, dipropylamino, dftxrtylamino and dicyctoheDcytamino; and arylamino or alkylarylamino groups, 
such as phenytamino, diphenylamino, ditolytamino; dinaphthylamino and methylphenylamina 
[0064] Examples of the boron-containing groups include BR4 (R is a hydrogen, an alkyl group, an aryl group which 
may have a substituent group, a halogen atom or the like). 

[0065] Examples of the aluminum-containing groups include AIR4 (R is a hydrogen, an alkyl group, an aryl group 
which may have a substituent group, a halogen atom or the like). 

[0066] Examples of the phosphorus-containing groups include trialkytphospNne groups, such as trimethylphos- 
phine, tributytphosphine and tricydohexylphosphine; triarytphosphine groups, such as triphenyfphosphine and tritolyl- 
phosphine; phosphite groups (phosphido groups), such as methytphosphite, ethytphosphite and phenylphosphrte; a 
phosphonic acid group; and a phosphinic acid group. 

[0067] Examples of the halogen-containing groups include ftuorine-contairting groups, such as PF 6 and BF 4 ; cHo- 
rine-contairting groups, such as CIO4 and SbClg; and iodine-containing groups, such as IO4. 
[0068] Examples of the heterocyclic compound residual groups include the same groups as previously descnbed 
with respect to R 1 to R 5 . 

[0069] Examples of the silicon-containing groups include the same groups as previously described with respect to 
R 1 to R 5 . Specifically, there can be mentioned hydrocarborvsubstituted silyt groups, such as phenytsilyl, diphenylsilyt, 
trimethytsilyl. triethylsayl, tripropytsilyl, tricyclohexyfeilyl, triphenyteilyl, methyldiphenylsilyl, trrtotytsilyt and trinaphthylsi- 
lyi; hydrocarbon-substituted silyt ether groups, such as trimethylsilyt ether; silicon-substituted alkyl groups, such as tri- 
methylsilytmethyl; and silicon-substituted aryl groups, such as trimethytsilytphenyl. 

[0070] Examples of the germanium-containing groups include the same groups as previously described with 
respect to R 1 to R 5 . Specifically, there can be mentioned groups wherein silicon is replaced with germanium in the 
above-mentioned silicon-containing groups. 

[0071 ] Examples of the tin-containing groups include the same groups as previously described with respect to R 1 
to R 5 . Specifically, ther can be mentioned groups wherein silicon is replaced with tin in the above-mentioned silicon- 
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containing groups. 

[0072] When n is 2 or greater, plural groups indicated by X may be the same or different and plural groups indicated 
by X may be bonded to each other to form a ring. 

[0073] X is preferably a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group or a 
5 nitrogen-containing group, more preferably a hydrogen atom, a halogen atom or a hydrocarbon group. 

[0074] Examples of the transition metal compounds represented by the formula (I) are given below, but the transi- 
tion metal compounds are not limited to those examples. 

[0075] In the following examples, M is a transition metal atom, e.g., Sc(lll). Ti(lll), Ti(IV), Zr(lll), Zr(IV), Hf(IV), V(IV), 
Nb(V), Ta(V). Co(ll). Co(lll). Rh(ll), Rh(HI) or Rh(IV). Of these, Ti(IV). Zr(IV) or Hf(IV) is particularly preferaWa 
w [0076] X is halogen such as CI or Br, or analkyl group such as methyl. When plural X are present, they may be the 
same or different. 

[0077] n is decided by a valence of the metal M. For example, when two monoanions are bonded to the metal, there 
can be mentioned n = 0 in case of a divalent metal, n = 1 in case of a trivalent metaJ, n = 2 in case of a tetravalent metal, 
and n = 3 in case of a pentavalent metal. More specifically, there can be mentioned n = 2 in case of Ti(IV). n = 2 in case 
is of Zr(tV), and n = 2 in case of Hf(IV). 
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[0078] More specific examples of the transition metal compounds represented by the formula (I) include following 
titanium compounds and compounds wherein titanium is replaced with hafnium or zirconium in the following titanium 
compounds. 
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[0081 ] tn the above examples, Me denotes a methyl group. Et denotes an ethyl group, iPr denotes an i-propyi group, 
tBu denotes a tert-butyf group, and Ph denotes a phenyl group. 

[0082] The transition metal compound represented by the formula (0 wherein m is 2 and n group of R 1 to ^con- 
tained in one ligand and one group of R 1 to R 5 contained in another ligand form a bonding group or a singl bond is, for 
example, a compound represented by the following formula (l-a). 



18 



EP 1 008 595 A2 




20 [0083] tn the formula (l-a), M, A, Q, S, T, U, R 1 to R 5 and X have the same meanings as those of M, A, Q, S, T, U, 
R 1 to R 5 and X in the formula (I), and A' has the same meaning as that of A. 

[0084] IT is a carbon atom having a substituent group R 12 HR 12 )C=), a nitrogen atom (-N=)or a phosphorus atom 
(-P=), preferably a carbon atom having a substituent group R 12 or a phosphorus atom, more preferably a carbon atom 
having a substituent group R 12 
25 [0085] Q is a carbon atom having a substituent group R 13 (-(R 1 3 )C=), a nitrogen atom (-N=) or a phosphorus atom 
(-P=), preferably a carbon atom having a substituent group R 13 .. 

[0086] S'isa carbon atom having a substituent group R 14 (-(R 14 )C=), a nitrogen atom (-N=) or a phosphorus atom 
(-P=), preferably a carbon atom having a substituent group R 14 . 

[0087] T is a carbon atom having a substituent group R 15 (-(R 15 )C=), a nitrogen atom (-N=) or a phosphorus atom 
30 (-P=), preferably a carbon atom having a substituent group R 15 . 

[0088] R 11 to R 15 may be the same or different, R 11 has the same meaning as that of R 1 , and R 12 to R 15 have the 
same meanings as those of R 2 to R 5 . 

[0089] R 1 to R 5 and R 11 to R 15 may be the same or different, and two or more groups of R 1 to R 5 and R 11 to R 15 , 
preferably neighboring groups, may be bonded to each other to form an aliphatic ring, an aromatic ring or a hydrocarbon 
35 ring containing a hetero atom such as a nitrogen atom. 

[0090] Y is a bonding group or a single bond formed from at least one group selected from R 1 to R 5 and at least 
one group selected from R 11 to R 15 . 

[04)91] The bonding group indicated by Y is specifically a group containing at least one atom selected from oxygen, 
sulfur, carbon, nitrogen, phosphorus, silicon, selenium, tin, boron and the like. Examples of such groups include groups 

40 containing chalcogen atoms such as -O-, -S- and -Se-; nitrogen- or phosphorus-containing groups, such as -NH-, - 
NtCHafc-, -PH- and -P(CH&r: hydrocarbon groups of 1 to 20 carbon atoms, such as -Chfe-. -CHrOV and -CfCBjk- 
; residual groups of cyclic unsaturated hydrocarbons of 6 to 20 carbon atoms, such as benzene, naphthalene and 
anthracene; residual groups of heterocyclic compounds having 3 to 20 carbon atoms and containing hetero atoms, 
such as pyricfine, quinofine, thiophene and furan; silicon atom-containing groups, such as -Sih^- and -SifCH^-; tin 

45 atom-containing groups, such as -SnKfe- and -SrKCH^ - ; and boron atom-containing groups, such as -BH-, -B(Oy- 
and-BF-. 

[0092] The transition metal compound represented by the formula (l-a) wherein R 1 and R 11 form a bonding group 
or a single bond is, for example, a compound represented by the following formula (l-b). 
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20 [0093] In the formula (l-b), M, A, Q, S, T, U R 2 to R 5 and X have the same meanings as those of M, A, Q, S, T, U, 
R 2 to R 5 and X in the formula (0. and A', Q\ S\ T, LP and R 12 to R 15 hare the same meanings as those of A\ Q\ S\ T, 
U and R 12 to R 15 in the formula (l-a). 

[0094] R 2 to R 5 and R 12 to R 15 may be the same or different, and two or more groups of R 2 to R 5 and R 12 to R 15 , 
preferably neighboring groups, may be bonded to each other to form an aliphatic ring, an aromatic ring or a hydrocarbon 

25 ring containing a hetero atom such as a nitrogen atom. 

[0095] In the formula (l-b), at least one of R 4 and R 1 4 , particularly both of them, are each preferably a halogen atom, 
a hydrocarbon group, a heterocyclic compound residual group, an oxygen-containing group, a nitrogen-containing 
group, a boron-containing group, a sulfur-containing group, a phosphorus-containing group, a silicon-containing group, 
a gerrnaniurrhcontaining group or a tin-containing group. 

30 [0096] n is a number satisfying a valence of M. 

[0097] X is particularly preferably a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms or a sulfonate 
group. When n is 2 or greater, the ring formed from two or more of X bonded to each other may be an aromatic ring or 
an aliphatic ring. 

[0098] Y has the same meaning as that of Y in the formula (l-a), and when Y is a hydrocarbon group, the hydrocar- 
35 bon group has 3 or more carbon atoms. Such a bonding group Y has a structure wherein the main chain is constituted 
of preferably 3 or more atoms, more preferably 4 to 20 atoms, particularly preferably 4 to 10 atoms. Such a bonding 
group may have a substituent group. 

[0099] Examples of the divalent bonding groups (Y) include chalcogen atoms, such as -O, -S- and -Se-; nitrogen- 
or phosphorus-contairung groups, such as -NH-, -N(CHj)-, -PH-and -PfCI-y-; silkx>n-containing groups, such as -SiHg- 

40 and -Si(CH3) 2 -; tin-containing groups, such as -SnHg- and - SnfCHjfe-; and boron-containing groups, such as -BH-, - 
B(CH3)-and -BF-. Examples of the hydrocarbon groups include saturated hydrocarbon groups of 3 to 20 carbon atoms, 
such as -(CH^-, -(CH^- and -(CHfc) 6 -; cyclic saturated hydrocarbon groups, such as s cydohexylidene group and a 
cyciohexylene group; groups wherein parts of these saturated hydrocarbon groups are substituted with 1 to 1 0 substit- 
uent groups such as hydrocarbon groups, halogens (e.g., fluorine, chlorine, bromine) and hetero atoms (e.g., oxygen, 

45 sulfur, nitrogen, phosphorus, silicon, selenium, tin, boron); residual groups of cyclic unsaturated hydrocarbons of 6 to 
20 carbon atoms, such as benzene, naphthalene and anthracene; and residual groups of heterocyclic compounds hav- 
ing 3 to 20 carbon atoms and containing hetero atoms, such as pyridine, quindine, thiophene and furan. 
[01 00] Examples of the transition metal compounds represented by the formula (l-b) are given below, but the com- 
pounds of the formula (l-b) are not limited to those examples. 
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[0101] tnth above examples, Me denotes a methyl group, and Ph denotes a phenyl group. 

[0102] In th present invention, transition metal compounds wherein the titanium metal is replaced with a metal 

other than titanium, such as zirconium or hafnium, in the above-mentioned compounds are also employable. 
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[0103] The process for preparing the transition metal compound (A) is not specifically limited. For exampl , a com- 
pound (ligand precursor) which will become a ligand in the synthesized transition metal compound (A) is allowed to 
react with a transition metal-containing compound such as a compound represented by MX|< (M and X have the same 
meanings as those of M and X in the formula (I) and k is a number satisfying a valence of M). 

5 [0104] The process is now specifically described. When the ligand for constituting the transition metal compound 
(A) is a pyirole-aldoimine ligand, a compound (ligand precursor) which will become the pynrole-aldoimin ligand in the 
synthesized transition metal compound (A) is obtained by allowing an acylpyrrole compound to react with a primary 
amine compound represented by the formula R 1 -NH2 (R 1 has the same meaning as that of R 1 in the formula (I)) such 
as an aniline compound or an alkylamine compound. More specifically, the acylpyrrole compound and the primary 

10 amine compound are dissolved in a solvent Then, the resulting solution is stirred under the conditions of a temperature 
of room temperature to refins temperature for about 1 to 48 hours, whereby the corresponding ligand precursor is 
obtained in a high yield. As the solvent, any solvent generally used for such reaction is employable. Above all, an alcohol 
solvent such as methanol or ethanol or a hydrocarbon solvent such as toluene is preferable. 
[0105] When the ligand for constituting the transition metal compound (A) is a phosphole aldoimtne ligand, the lig- 

15 and precursor can be obtained by, for example, allowing an acylphosphole compound obtained by formylatfon of halo- 
genated phosphole (by a method descrfoed in Angew Chem 1 994, 106(11), 1 214) to react with an aniline compound or 
R 1 -NH2 (R 1 has the same meaning as that of R 1 in the formula (I)) in the same manner as described above. 
[0106] Also, when the ligand is a five-membered heterocyclic compound wherein in the formula (I) U is a carbon 
atom, A is a nitrogen atom or a phosphorus atom, and at least one of Q, S and T is a nitrogen atom or a phosphorus 

20 atom, e.g., pyrazole aidoimine, the ligand precursor can be synthesized by performing a-formytation and introduction of 
an imino group in the same manner as described above. 

[0107] In the synthesis of a ligand precursor wherein U in the formula (I) is a nitrogen atom, the ligand precursor 
can be obtained by allowing a five-membered heterocyclic compound having hydrogen at the a-posrtion, such as pyr- 
role, indole, phosphole or pyrazole, to react with a diazonium compound synthesized from an aniline or alkylamine com- 
as pound. More specifically, both of the starting compounds are dissolved in a solvent and the resulting solution is stirred 
at a temperature of 0 °C to ref lax temperature for about 1 to 48 hours, whereby the corresponcfing ligand is obtained. A 
water sorvent is preferable as the solvent 

[0108] The diazonium compound is obtained by, for example, allowing a primary aniline or amine compound to 
react with sodium nitrite, aikyl nitrite or the like and a strong acid such as hydrochloric acid in water. 

30 [0109] In the synthesis of the ligand precursor, an acid catalyst such as formic acid, acetic acid or toluenesutfonic 
acid may be used as the catalyst It is effective for the progress of the reaction to use dehydrating agents such as molec- 
ular sieves, magnesium sulfate and sodium sulfate or to perform dehydration by the Dean and Stark method. 
[0110] Then, the thus obtained ligand precursor is allowed to react with a transition metal-containing compound to 
synthesize the corresponding transition metal compound. More specifically, the synthesized ligand precursor is cfis- 

35 solved in a solvent and then allowed to cfirectly react with the transition metal-containing compound, to synthesize the 
corresponding transition metal compound. 

[0111] If necessary, the ligand precursor may be contacted with a base to prepare a salt, and the salt may be mixed 
with a metallic compound such as a metallic halide or a metallic alkylate at a low temperature and stirred at a temper- 
ature of -78 °C to room temperature or under reflux tor about 1 to 48 hours. 

40 [0112] As the solvent any solvent generally used for such reaction is employable. Above all, a polar solvent such 
as ethyl ether or tetrahydrofuran (THF) or a hydrocarbon solvent such as toluene is preferably employed. 
[01 1 3] Examples of the bases used for preparing a salt include metallic salts such as lithium salts (e.g., n-butyllith- 
ium) and sodium salts (e.g., sodium hydride) and organic bases such as triethylamine and pyridine, although the bases 
employable are not limited thereto. 

45 [0114] It is possfole to exchange the metal M in the synthesized transition metal compound with another transition 
metal in a conventional way. When any of R 1 to R 5 is H, a substituent group other than H can be introckjced in any stage 
of the synthesis process. 

[0115] The transition metal compounds (A) mentioned above are used singly or in combination. The transition 
metal compound (A) can be used in combination with other transition metal compounds, e.g., known transition metal 
so compounds constituted of ligands containing a hetero atom such as nitrogen, oxygen, sulfur, boron or phosphorus. 
[0116] In addition to the transition metal compound (A), a titanium catalyst component containing magnesium, tita- 
nium and halogen as its essential ingredients is employable. 

Other transition metal compounds 

55 

[0117] Examples of the transition metal compounds other than the above transition metal compounds (A) include 
the following transition metal compounds, without limiting to those examples. 
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(a-1) Transition metal imkte compound represented by the following formula (l-c): 




R 31 



;mx. 



R 



,34 



(I«C) 



In the above formula, M is a transition metal atom selected from Group 8to Group 10 of the periodic table, pref- 
erably nickel, palladium or platinum. 

R 31 to R 3 * may be the sue or Afferent and are each a hydrocarbon group of 1 to 50 carbon atoms, a hakxjen- 
ated hydrocarbon group of 1 to 50 carbon atoms, a hydnxarbon-substrtuted silyl group or a hydrocarbon group 
substituted with a substituent group containing at least one atom selected from nitrogen, oxygen, phosphorus, sul- 
fur and silicon. 

Two or more of the groups incficated by R 31 to R 34 , preferably neighboring groups, may be boned to each other 
to form a ring. 

q is an integer of 0 to 4. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocar- 
bon group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group, a silicon-containing 
group or a nitrogen-containing group. When q is 2 or greater, plural groups indicated by X may be the same or dif- 
ferent. 

(a-2) Transition metal amide compound represented by the following formula (l-d): 



In the above formula, M is a transition metal atom selected from Group 3 to Group 6 of the periodic table, pref- 
erably titanium, zirconium or hafnium. 

R* and R" may be the same or different and are each a hydrogen atom, a hydrocarbon group of 1 to 50 carbon 
atoms, a halogenated hydrocarbon group of 1 to 50 carbon atoms, a hyoYocarborvsubstituted silyl group or a sub- 
stituent group having at least one atom selected from nitrogen, oxygen, phosphorus, sulfur and silicon. 

m is an integer of 0 to 2. 

n is an integer of 1 to 5. 

A is an atom selected from Group 13 to Group 16 of the periodic tabl , specifically boron, carbon, nitrogen, 




MXp 



R" 



U-d) 
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oxygen, sificon, phosphorus, sulfur, germanium, selenium, tin or the like, preferably carbon or silicon. When n is 2 
or greater, plural atoms indicated by A may be the same or different. 

E is a substituent group having at least one atom selected from carbon, hydrogen, oxygen, halogen, nitrogen, 
sulfur, phosphorus, boron and silicon. When m is 2, two of E may be the same or different or may be bonded to 
each other to form a ring. 

p is an integer of 0 to 4. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocar- 
bon group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group, a silicon-containing 
group or a nitrogen-containing group. When p is 2 or greater, plural groups indicated by X may be the same or dif- 
ferent. X is preferably a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms or a sulfonate group. 
(a-3) Transition metal diphenaxy compound represented by the following formula (l-e): 



In the above formula, M is a transition metal atom selected from Group 3 to Group 11 of the periodic table. 
I and m are each an integer of 0 or 1. 

A and A* are each a hydrocarbon group of 1 to 50 carbon atoms, a halogenated hydrocarbon group of 1 to 50 
carbon atoms, or a hydrocarbon group or a halogenated hydrocarbon group of 1 to 50 carbon atoms each having 
a substituent group containing oxygen, sulfur or silicon. A and A' may be the same or cfifferenl 

B is a hydrocarbon group of 0 to 50 carbon atoms, a halogenated hydrocarbon group of 1 to 50 carbon atoms, 
a group represented by R^Z, oxygen or sulfur. R 1 and R 2 are each a hydrocarbon group having 1 to 20 carbon 
atoms or a hydrocarbon group having 1 to 20 carbon atoms and containing at least one hetero atom, and Z is car- 
bon, nitrogen, sulfur, phosphorus or silicon. 

p is a number satisfying a valence of M. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocar- 
bon group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group, a silicon-corrtaining 
group or a nitrogen-containing group. When p is 2 or greater, plural groups indicated by X may be the same or dif- 
ferent or may be bonded to each other to form a ring. 

(a-4) Transition metal compound containing a ligand having cydopentadienyl skeleton containing at least one het- 
ero atom, said compound being represented by the following formula (W): 




(I-e) 
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20 In the above formula, M is a transition metal atom selected from Group 3 to Group 1 1 of the periodic table. 

X is an atom selected from Group 13, Group 14 and Group 15 of the periodic table, and at least one X is an 
atom other than carbon. 
aisOor 1. 

Each R may be the same or c&fferent and is a hydrogen atom, a halogen atom, a hydrocarbon group, a halo- 
25 genated hydrocarbon group, a hydrocarbon-substituted silyl group or a hydrocarbon group having a substrtuent 
group containing at least one atom selected from nitrogen, oxygen, phosphorus, sulfur and silicon. Two or more of 
R may be bonded to each other to form a ring. 

b is an integer of 1 to 4. When b is 2 or greater, groups indicated by [((RJaJs-Xd may be the same or different, 
and Rs may be crosslinked to each other. 
30 c is a number satisfying a valence of M. 

Y is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocar- 
bon group of 1 to 20 carbon atoms, an cocygen-containing group, a sulfur-containing group, a silicon-containing 
group or a nitrogen-containing group. 

When c is 2 or greater, plural groups indicated by Y may be the same or different, and plural groups indicated 
35 by Y may be bonded to each other to form a ring. 

(a-5) Transition metal compound represented by the following formula: 

PEHPz)^ 

40 

tn the above formula, M is a transition metal atom of Group 3 to Group 1 1 of the periccfic table. 

R is a hydrogen atom, a hydrocarbon group of 1 to 20 carbon atoms or a halogenated hydrocarbon group of 1 
to 20 carbon atoms. 

Pz is a pyrazoyl group or a substituted pyrazoyl group. 
45 n is a number satisfying a valence of M. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocar- 
bon group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group, a sili(x>n-containing 
group or a nitrogen-containing group. When n is 2 or p/eater, plural groups indicated by X may be the same or dif- 
ferent or may be bonded to each other to form a ring. 
so (a-6) Transition metal compound represented by the following formula (l-g): 



55 
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.46 



<i-a) 



In the above formula, Y 1 and Y 3 may be the same or different and are each an atom selected from Group 15 
of the periodic table, and Y 2 is an atom selected from Group 1 6 of the periodic table. 

R 41 to R 48 may be the same or different, they are each a hydrogen atom, a halogen atom, a hydrocarbon group 
of 1 to 20 carbon atoms, a halogenated hydrocarbon group of 1 to 20 carbon atoms, an oxygen-containing group, 
a sulfur-containing group or a sllton-contaming group, and two or more of them may be bonded to each other to 
forma ring. 

(a-7) Compound cornprising a compound represented by the following formula (l-h) and a transition metal atom 
selected from Group 8 to Group 10 of the periodic table: 



In the above formula, R 51 to l^rnay be the same or different, they are each a hyaYc^en atom, a halogen atom, 
a hydrocarbon group of 1 to 20 carbon atoms or a halogenated hydrocarbon group of 1 to 20 carbon atoms, and 
two or more of them may be bonded to each other to form a ring. 
(a-8) Transition metal compound represented by the following formula (M): 



Inth above formula, M is a transition metal atom selected from Group 3 to Group 1 1 of the periodic table, 
m is an integer of 0 to 3. 



Ff / N-R 52 




(I-h) 




(I-i) 
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n is an integer of 0 or 1. 
p is an integer of 1 to 3. 
q is a number satisfying a valence of M. 

R 61 to R 68 may be the same or different, they are each a hydrogen atom, a halogen atom, a hydrocarbon group 
of 1 to 20 carbon atoms, a halogenated hydrocarbon group of 1 to 20 carbon atoms, an oxygen-containing group, 
a sulfur-containing group, a silicon-containing group or a nitrogen-containing group, and two or more of them may 
be bonded to each other to form a ring. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group of 1 to 20 carbon atoms, a halogenated hydrocar- 
bon group of 1 to 20 carbon atoms, an oxygen-containing group, a sulfur-containing group, a silicon-containing 
group or a nitrogen-containing group. When q is 2 or a/eater, plural groups indicated by X may be the same or dif- 
ferent or may be bonded to each other to form a ring. 

Y is a group to crosslink a boratabenzene ring and is carbon, silicon or germanium. 

A is an atom selected from Group 14, Group 15 and Group 16 of the periodic table. 
(a-9) Transition metal compound represented by the following formula (H): 



In the above formula, M is a transition metal atom selected from Group 3 to Group 1 1 of the periodic table, 
m is an integer of 1 to 3. 

A is an oxygen atom, a sulfur atom, a selenium atom or a nitrogen atom having a substrtuent group R 77 . 

R 71 to R 77 may be the same or different, they are each a hydrogen atom, a halogen atom, a hydrocarbon 
group, a heterocyclic compound residual group, an oxygen-containing group, a nrtrogen-containirtg group, a boron- 
containing group, a surfur-containing group, a phosptorus-corrtaining group, a silicon-containing group; a germa- 
nium-containing group or a tin-containing group, two or more of them may be bonded to each other to form a ring, 
when m is 2 or greater, one group of R 71 to R 77 contained in one tigand and one group of R 71 to R 77 contained in 
another Ggand may be bonded to each other, and R 71 s, R 7 ^ R 7 ^ R 74 s, R 75 s. R^s or R^s may be the same or 
different. 

n is an integer satisfying a valence of M. 

X is a hydrogen atom, a halogen atom, a hydrocarbon group; an GKygen-corrtaining group, a sulfur-containing 
group; a nrtrogen-containing group, a boron-containing group, an alurninum-containing group, a phosphorus-con- 
taining group, a halogen-containing group; a heterocyclic compound residual group, a silicon-containing group, a 
gerrnanium-containing group or a tin-containing group, and when n is 2 or greater, plural groups indicated by X may 
be the same or different and plural groups indicated by X may be bonded to each other to form a ring, 
(a- 10) Transition metal compound containing a ligand having cycloperttadienyt skeleton 
(a-1 1) Vanadium compound represented by the following formula: 




(I-j) 



VOfOR)^ 



fan the above formula, R is an aliphatic hydrocarbon residual group. 
X is a halogen atom. 

n is a number satisfying th condition of 0<n * 3. 
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(B-1) Oroanometalttc compound 

[0118] Examples of th organometallic compounds (B-1) for use in the invention include the below-descrtoed com- 
pounds which contain a metal selected from Group 1, Group 2, Group 12 and Group 13 of the periodic table. 

(B-1 a) Organoaluminum compound represented by the following formula: 

^(O^HpXq 

wherein R* and Ff* may be the same or different and are each a hydrocarbon group of 1 to 1 5 carbon atoms, pref- 
erably 1 to 4 carbon atoms; X is a halogen atom; and m.n.p and q are numbers satisfying the conditions of 0<m • 3, 
0-n<3, 0*p<3, 0-q<3and m+n+p+q==3. 

(B-1 b) Alkyl complex compound comprising a metal of Group 1 of the periodic table and aluminum, said compound 
being represented by the following formula: 

wherein M 2 is Li, Na or K; and R* is a hydrocarbon group of 1 to 15 carbon atoms, preferably 1 to 4 carbon atoms. 
(B-1 c) Diaikyt compound containing a metal of Group 2 or Group 12 of the periodic table, said compound being rep- 
resented by the following formula: 

R a R b M 3 

wherein R 8 and R 6 may be the same or different and are each a hydrocarbon group of 1 to 1 5 carbon atoms, pref- 
erably 1 to 4 carbon atoms; and M 3 is Mg, Zn or Cd. 

[0119] Examples of the organoaluminum compounds (B-1 a) include: 

an organoaluminum compound represented by the following formula: 

wherein R 8 and R 6 may be the same or different and are each a hydrocarbon group of 1 to 1 5 carbon atoms, pref- 
erably 1 to 4 carbon atoms, and m is preferably a number satisfying the condition of 1.5*m-3; 
an organoalurninum compound represented by the following formula: 

wherein R* is a hydrocarbon group of 1 to 15 carbon atoms, preferably 1 to 4 carbon atoms, X is a halogen atom, 
and m is preferably a number satisfying the condition of 0<m<3; 
an orgarioatuminum compound represented by the following formula: 

wherein R* is a hydrocarbon group of 1 to 15 carbon atoms, preferably 1 to 4 carbon atoms, and m is preferably a 

number satisfying the condition of 2 • m<3; 

and 

an organoaluminum compound represented by the following formula: 

R a m AKOR b ) n X q 

wherein R 8 and ft 3 may be the same or different and are each a hydrocarbon group of 1 to 1 5 carbon atoms, pref- 
erably 1 to 4 carbon atoms, X is a halogen atom, and m, n and q are numbers satisfying the conditions of 0<m *3, 
0*n<3, 0*q<3and m+mq=3. 

[0120] Particular examples of th organoaluminum compounds (B-1 a) include: 

tri-n-a!kylalurrtinums, such as tri methylalumi num. triethytaluminum, tri-n-butyl aluminum, tripropylaluminum, trip- 
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errtytaluminum, trihexylalurninum, trioctylaluminum and tridecytatuminum; 

branched-chain trialkytatumtnums^ such as triisopropylalunrcnum, triisobutylaluminum, tri-sec-butylaluminum, tri- 
tert-butyfaluminum, tri-2-methylbutylaluminum, tri-3-nr«thy!butyf aluminum, tri^HT^ethytpentylaluminunrv tri-3-meth- 
ytpentylaluminum tri^methylpentylaluminum, tri-2-methylhexylaIurninum, tri-3-metrrylhexytaluminum and tri-2- 
ethylhexyialuminum; 

tricydoalkylaluminums, such as tricyclohexytaluminum and tricydooctytaluminum; 
triarylaluminums, such as triphenylaluminum and tritotytaluminum; 
dialkylaluminum hydrides, such as diisobutylaluminum hydride; 

triaikenytaluminums represented by {}'C A H^ x Al y {C^ w ) x (wherein x, y and z are each a positive number, and 
z * 2x), such as triisoprenytalurninum; 

alkylaluminum altaxides, such as isobutytalumtnum methoxide, tsobutytaluminurn ethoxide and isobutylaluminum 
isopropoxide; 

dialkylatuminum alkoxides, such as dimethylaltjrninum methoxide, diethytaluminum ethoxide and dibutylaluminum 
butcodde; 

alkylatuminum sesquiaikoxides, such as ethylaf uminurn sesquiethoxide and butytalurrdnum sesqutoutoxide; 

partially alkoxytated alkytalumtnums having an average composition represented by R^.sAKO^o.s; 

dialkytaturninum arytoorides, such as diethylaiuminum phenoxide. diettylaluminurn(2,6Kfi-t4xjr^ 

ide), ethylalumirajmbis(2,6-tf ^ cfiisobutyla!urniurn(2,64M-bu^ and 

isobiJtyIalumirumribis(2,6Kii-t-bu^ 

dialkylatuminum halides, such as dimethylaluminum chloride, diethytaluminum chloride, dibutylaluminum chloride, 
diethytaluminum bromide and dttsobutytaluminum chloride; 

alkylaluminum sesquihalides, such as ethylaluminum sesquichioride, butylaluminum sesquichioride and ethytalu- 
rrdnum sesquibromide, 

partially halogenated alkylatuminums, such as emylaJurninum cfichloride, propylaturninum chchloride and butylalu- 
minum dibrornide; 

dialkytahirrrinum hydrides, such as diethylaiuminum hydride and dibutylaluminum hydride; 

partially hydrogenated other alkylatuminums, specifically, alkylaluminum dihydrides, such as ethylaluminum dihy- 

dride and propylaluminum dihydride; and 

partially alkoxylated and halogenated alkylatuminums, such as ethylaluminum ethoxychloride, butylaluminum 
butoocychloride and ethylaluminum ethoxybrornida 

[0121] Compounds analogous to the organoaluminum compound (B-1a) are also employable. For example, there 
can be mentioned organoaluminum compounds wherein two or more aluminum compounds are combined through a 
nitrogen atom, such as (C 2 H5) 2 AlN{C2H 5 )AI(C 2 H 5 )2- 

[0122] Examples of the compounds (B-1b) include LiAl^H^ and UAIfCyH^^ 

[0123] Other compounds, such as methyllithium, ethyllrthium, propyllithium, butyflithium, methyirrtagnesium bro- 
mide, methylmagnesium chloride, ethytmagnesium bromide, ethytmagnesium chloride, propylmagnesium bromide, pro- 
pytmagnesium chloride, butytmagnesium bromide, butyl magnesium chloride, cfirnethylrnagnesium, diethylmagnesium, 
dfcutylmagnesium and butylefthytrnagnesium, are also employable as the organometallic compounds (B-1). 
[0124] Combinations of compounds capable of producing the above-mentioned organoaluminum compounds in 
the polymerization system, ag., a cornbtnation of halogenated aluminum and alkynrthium and a combination of halo- 
genated aluminum and alkytmagnesium, are also employable. 

[0125] Of the organometallic compounds (B-1), the organoaluminum compounds are preferable. 

[0126] The organometallic compounds (B-1) mentioned above are used singly or in combination of two or more 

kinds. 

(B-2) Orpanoaluminum Qxv^compound 

[0127] The organoaluminum oxy-compound (B-2) for use in the invention may be conventional aluminoxane or such 
a benzene-insoluble organoaluminum oxy-compound as exemplified in Japanese Patent Laid-open Publication No. 
78687/1990. 

[0128] The conventional aluminoxane can be prepared by, for example, the following processes, and is generally 
obtained as a hydrocarbon solvent solution. 

(1) An organoaluminum compound such as trialkylaluminum is added to a hydrocarbon medium suspension of a 
compound containing adsorption water or a salt containing water of crystallization, e.g., magnesium chloride 
hydrate, copper sulfate hydrate, aluminum sulfate hydrate, nickel sutfat hydrate or cerous chlorid hydrate, to allow 
the organoaluminum compound to react with the adsorption water or th water of crystallization. 
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(2) Water, ice or water vapor is allowed to directly act on an organoaluminum compound such as trialkytaluminum 
in a medium such as benzene, toluene, ethyl ether or tetrahydrofuran. 

(3) An organotin oxide such as cfimethyttin ootid or dfcutyHin oxide is allowed to react with an orgarioalurninum 
compound such as trialkylaluminum in a medium such as decane, benzene or toluene. 

[0129] The aluminoxane may contain a small amount of an organometallic component. Further, it is posstole that 
the solvent or the unreacted organoaluminum compound is distilled off from the recovered solution of aluminoxane and 
the remainder is redissofved in a solvent or suspended in a poor solvent for aluminoxane. 

[0130] Examples of the organoaluminum compounds used for preparing the aluminoxane include the same orga- 
noaluminum compounds as previously described with respect to the organoaluminum compound (B-1a).Of these, pref- 
erable are trialkylaluminums and tricydoalkylaJuminums. Particularly preferable is trimethylatunrunum. 
[0131] The organoaluminum compounds are used singly or in combination of two or more kinds. 
[0132] Examples of the solvents used for preparing the aluminoxane include aromatic hydrocarbons, such as ben- 
zene, toluene, xylene, cumene and cymene; aliphatic hydrocarbons, such as pentane, hexane, heptane, octane, 
decane, dodecane, hexadecane and octadecane; alicycttc hydrocarbons, such as cydopentane, cyciohexane, cyctooc- 
tane and methylcydopentane; petroleum fractions, such as gasoline, kerostne and gas oil; and halogenated products 
of these aromatic aliphatic and alicyclic hydrocarbons, particularly chlorinated or brominated products thereof. Ethers 
such as ethyl ether and tetrahydrofuran are also employable. Of the solvents, particularly preferable are aromatic hydro- 
carbons and aliphatic hydrocarbons. 

[0133] The benzene-insoluble organoaluminum oxy-cornpound for use in the invention is preferably an organoalu- 
minum oxy-compound containing an Al <x>mponent that is soluble in benzene at 60 °C in an amount of usually not more 
than 10 %, preferably not more than 5 %, particularly preferably not more than 2 %, in terms of Al atom. That is, the 
benzene-insoluble organoaluminum oxy-compound is preferably insoluble or sparingly soluble in benzene. 
[0134] The organoaluminum oxy-compound for use in the invention is, for example, an organoaluminum oxy-com- 
pound containing boron and represented by the following formula (IV): 



wherein R 20 is a hydrocarbon group of 1 to 1 0 carbon atoms; and each R 21 may be the same or different and is a hydro- 
gen atom, a halogen atom or a hydrocarbon group of 1 to 10 carbon atoms. 

[0135] The organoaluminum oxy-compound containing boron and represented by the formula (IV) can be prepared 
by allowing an alkytboronic acid represented by the following formula (V) to react with an organoaluminum compound 
in an inert solvent at a temperature of -80 °C to room temperature for a period of 1 minute to 24 hours under an inert 
gas atmosphere, 



wherein R 20 is the same group as described above. 

[0136] Examples of the alkytboronic acids represented by the formula (V) include methylboronic acid, ethylboronic 
acid, isopropytboronic acid, n-propyfoorontc acid, n-butylboronic acid, isobutytboronic acid, n-hexytooronic acid, 
cyctohexyboronic acid, phenytboronic acid, 3,5-ctitluoroboronic acid, perrtaf tuorophenyboronic acid and 3,5-bis(trtfluor- 
omethyQphenyfboronic acid. Of these, preferable are methylboronic acid, n-butylboronic acid, isobutytboronic acid, 3,5- 
cfif luorophenylboronic acid and pentalluorophertylboronic acid. These alkytboronic acids are used singly or in combina- 
tion of two or more kinds. 

[0137] Examples of the organoaluminum compounds to be reacted with the alkytboronic acid include the same 
organoaluminum compounds as previously described with respect to the organoaluminum compound (B-1 a). Of these, 
preferable ar trialkylaluminums and tricydoalkylaluminums. Particularly preferable ar trimethytaluminum, triethyialu- 
rrtinum and triisobutylaluminum. These organoaluminum compounds are used singly or in combination of two or more 




(IV) 



R2°-BKOH)2 



30 



EP1008595 A2 



kinds. 

[0138] The organoaturrinum oxy-compounds (B-2) mentioned above are used singly or in combination of two or 
more kinds. 

f B-3) Compound which reacts with th transition metal compound to form ion pair 

[0139] Examples of the compound (B-3) which reacts with the transition metal compound (A) to form an ion pair 
(referred to as Ionizing ionic compound" hereinafter) include Lewis acid, an ionic compound, a borane compound and 
a carborane compound descrbed in Japanese Patent Laid-Open Publications Na 501950/1989. No. 502036/1989, No. 
179005/1991 , No. 179006/1991, Na 207703/1991 and No. 207704/1991 , and U.S. Patent No. 5,321 ,106. A heteropoly 
compound and an isopofy compound are also available 

[0140] The Lewis acid is, for example, a compound represented by BR3 (R is fluorine or a phenyl group which may 
have a substituent group such as fluorine, methyl or trifluoromethyf). Examples of such compounds include trifluorobo- 
ron, trphenytboron, tris^fluorophenytjboron, tris(3,54iflucfcphenyQboron, tris(4-fluoraTiethytpheny0boron ( tris(pen- 
tafluorophenyOboron, tris{p-tc4yt)boron, tris(o-tolyl)boron and tris(3.5^imethylphenyl)boron. 
[0141] The ionic compound is, for example, a compound represented by the following formula (VI). 




(VI) 



[0142] In the above formula, R 22 is hT, carbonium cation, oxonium cation, ammonium cation, phosphonium cation, 
cydoheptyrtrienyl cation, ferrocenium cation having a transition metal, or the like. 

[0143] R 23 to R 26 may be the same or different and are each an organic group, preferably an and group or a sub- 
stituted aryl group. 

[0144] Examples of the carbonium cations include tri-substituted carbonium cations, such as triphenylcarbonium 
cation, tri(methytpherryl)carbcTOum cation and tri(dimethytphenyl)carbonium cation. 

[0145] Examples of the ammonium cations include trialkytammonium cations, such as trimethytammonium cation, 
triethylammonium cation, tripropyiammontum catioa tributytammonium cation and tri(rHxjtyQarrYnonium cation; N,N- 
dialkytanflinium cations, such as N,N<fimethylanainium catioa N , N-diethytanil inium cation and N,N-2,4 t 6-pentamethyt- 
anilinium cation; and dialkytammonium cations, such as c5psopropyi)ammonium cation and dicyctohexylammonium 
cation. 

[0146] Examples of the phosphonium cations include triarytphosphonium cations, such as triphenytphosphonium 
cation, tri(methytphenyl)phosphoni^ cation and tri(time4hytphenyQphosphoru cation. 

[0147] R 22 is preferably carbonium cation, ammonium cation or the like, particularly preferably triphenylcarbonium 
cation, N,N-ctimethy!aritinium cation or N.ISWiethylaniKnium cation. 

[Q148] Also employable as the ionic compound is a trialkyl-substituted ammonium salt a N,N-cfialky»anilinium salt, 
a dalkytarnmonium salt or a triarytphosphonium salt. 

[0149] Examples of the trialkyl-substrtuted ammonium salts include triethylamrroniurrrte^ tripropy- 
lamrr»niurrTtetra(phenyi)boroa tri(n4x^)arnmcriiurrrtetra(phenyl)boron, trimethytamrroniumte^ tri- 
mettyamrnoniumtetra(o-t^^ tri(rv-butyOammc*iiumtetra(rx^ triprcwlammcriumtetra(c%p- 
dntethylphenyl)boron, tri(rvbutyl)arTOTX>n^ tri(rv^xJtyOarnmc^urmetra(p-trif 
ornethylphenyf)boron, tri(n-butyt)anvrKxtiumt^ and tri(r>^)utyl)amrnoniumtetra(o- 

tolyQboron. 

[0150] Examples of the N,N-c5aiky1arnlinium salts include N,N<limethylartilirtiumtetra(phen^ N.ISWiethyl- 
aniliniurntetra(phenyl)boron and N,N-2,4,6i>errtarnethylaniliniurrrt^ 

[0151] Examples of the dialkytammonium salts include di(1 -propy1)amrnortiurmetra(pentaJluc< and 
c^cydohexyternrnuc4iiurrrtetra(p^ 
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[0152] Further employable as the tonic compound is triphenyicaibeniumte^ N,N- 
dimethylaniliniumtetralds^ ferroceniurrte*ra(perrtatfliioiXf)hen^ triphenytcarbe- 

niurrperrtaphenylcydoperrtadienyl complex, N,NKfiethytarotiraumpentap^ complex or a boron 
compound represented by the following formula (VII) or (VIII). 




(VII) 

wherein Et is an ethyl group. 




(VIII) 



[0153] Examples of the borane compounds include: 
decaborane(14); 

salts of anions, such as bis(tri(rv^xjtyl)ammonium)nonaborate, bis(tri(n-butyQarrmK)nium)decabora^ bts(tri(n- 
butyl)anvTionium)undecaborate, bis(tri(r>-lxityl)amrTKXiiu^ bis(tri(n-butyl)ammOT 
decaborate and bts(tri(n4xjty0amrTX)nium)dodeca^ and 

salts of metallic borane anions, such as tri(rv4xjtyQammoniur^ ) and 

l^tri(n-butyQammoraiim) 

[0154] Examples of the carborane compounds include: 

salts of anions, such as 4-carbanonaborane(14), 1,3K)icarbanonaborane(13), 6,9<ljcarbadecaborane(14), dodec- 
ahydrido-1 -phenyl- 1 ,3-draibarKraborane, dodecahydido-1 -methyl-1 ,3-dicarbanonaborane, undecahydrido-1,3- 
dimethyl-1,3Kficarbanonaborane, 7,8«ficarbaundecaborane(13), 2,7-dicarbaundecaborane(13), undecahydrido- 
7.8KlirrWiyl-7,8<tk»rbaundecaborane t dodecahydrido-1 1 -methyf-2 J-drarbaundecaborane, tri(n-butyl)arnrno- 
ntum-1-carbadecaborate, tri(n-butyOammonhjnH tri(n4xityf)ammnoniurn-1 -carbadodecabo- 

rate, trKivbutyl)amrnonium-1 -trim^hylsilyl-1 -carbadecaborate, tri(r^xjty0ammoniumbrorno-1 -carbadodecaborate, 
tri(rvbuty0ammoniurn-6Karbade 4) , tri(n-buty1)amrrx>nium-6^ tri(n-butyl)ammo- 

nium-7-carbaundecaborate(13), tri(n4xJty0amrroniurrh7,8^^ tri(rvt>utyl)arnmoniurn-2,9- 
dicarbaundecaborate(1 2), tri(n-butyt)ammoniumdodecar^^ tri(n- 
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butyl)anrdTioniurnundecah^ tri(r>-butyOamrrx)niuiTaindecahyc^ 
7,9-dksibaunaecaborate, tri(n4xjtyf)amnrx)rwumu^ tri(n-butyl)annmo- 
nhimundecahydrido-9-trirr^ and tri(n4)utyOammoniumundecahydrido-4 r 6- 

dibromo-7K»rbaundecaborate; and 

salts of metallic carborane anions, such as tri(n-butyf)amnrK>fiiun*^ 

tate(lll), tri(n4xjty0ammoniumbts(i^ tri(n-butyl)ammoni- 
urrbis(LridecanydrkJo-7,8<iicarta 1 1) , tri(n-c<JtyOamnx>niunrt)is(undecahydrti^ 

dicaibaurKJecaborate)nickelate(lll), tri(n4xjtyl)ammoniunribts(undecahydridc-7^ 
rate)cuprate(lll), tri(n4utyQamnrc>niunr^urf tri(n-butyl)ammoni- 
un*is(nonahydridc~7,8Kfimet^ tri(n-butyl)amnwniurr^ 
dimethyl-7,8Klk»rbaundecabcfat fri(i>*XJtyl)ammoniurrto 

caborate)cobcdtate(lll), tris(tri(n-butyl)arn^ bis(tri(n- 
butyl)ammoriium)bi^^ bis(tri(n-butyl)arrTO 
ahydn^7K^rbaundecaborate)cobalta1e(IIO and bis(tri(rhbutyf)amrrxxiium carfoaundecabo- 
rate)nk*elate(IV). 

[0155] The heteropdy compound comprises an atom selected from silicon, phosphorus, titanium, germanium, 
arsenic and tin and one or more atoms selected from vanadium, niobium, molybdenum and tungsten. Examples of such 
compounds include phosphovanac&c add, gerrnancvanadic acid, arsenovanadic acid, phosphoniobtc acid, germanon- 
iobic acid, sHicomolybcfic acid, phosphomolybdic acid, titanomolybdic acid, germanornolybdic acid, arsenomolybdic 
acid, stannomotybcfic acid, phosphotungstic acid, gemiartotungstic acid, stannotungstic acid, phosphornotybdovanadic 
acid, phosphotungstcvanadic acid, germartotungstcwanadic acid, phosprwrrwlytxlcturigstcvanadic acid, germanomo- 
lybdotungstovanadic acid, phc«phomolytxiotungstic acid, phosphomolybdoniobic acid and salts of these acids, for 
example, the salt of these acids and metals of Group 1 or Group 2 of the periodic table (e.g. p lithium, sodium, potassium, 
rubidium, cesium, beryllium, magnesium, calcium, strontium, barium), and organic salts such as salts of these acids 
and triphenyf ethyl saft 

[0156] The ionizing ionic compounds (B-3) mentioned above are used singly or in combination of two or more kinds. 
[0157] If the organoaluminum oxy-compound (B-2) such as methytalumirtaxane is used as a cocatatyst component, 
the transition metal compound catalyst according to the invention exhftxts an extremely high copolymerization with an 
excellent activity against olefin compounds. If the ionizing ionic compound (B-3) such as trphenylcarboniurntet- 
rakis(p«rTt^luc^opherivl)borate is used as a cocatalyst component, an olefin polymer having an extremely high molec- 
ular weight can be obtained with excellent activity. 

[Of58] In the olefin polymerization catalyst accordng to the invention, the below-descrfoed carrier (C) can be used, 
if necessary, in addition to the transition metal compound (A) and at least one compound (B) selected from the organo- 
metallic compound (B-1), the organoaluminum oxy-compound (B-2) and the ionizing ionic compound (B-3). 

(C) Camer 

[0159] The earner (C) for use in the invention is an inorganic or organic compound in the form of granular or partic- 
ulate solid. 

[0160] As the inorganic compound, porous oxide, inorganic halogenide, clay, clay mineral or an ion-exchange lay- 
ered compound is preferable. 

[0161] Examples of the porous oxides include SiO^. AI2Q3, MgO, ZrO, T1Q2, B2O3, CaO. ZnO, BaO. TbOg, and 
complex compounds or mixtures containing these oxides, such as natural or synthetic zeolite, SiC^-MgO, SKVA^Q^ 
SiCVTO^, SKVV2O5. SKVCr^ and SKVTK^-MgO. Of these, preferable are compounds containing S1O2 and/or 
AI2O3 as their major component. 

[0162] The inorganic oxides may contain small amounts of carbonate, sulfate, nitrate and oxide components, such 
as NaaCQa, ^C0 3 . CaCQg. MgCQg, Na^jSO* AI^SO^. BaS0 4 , KNO3, MgfNO^, M{NO^ t N^O, K 2 0 and U^D. 
[016?] Although the porous oxides differ in their properties depending upon the type and the preparation process 
thereof, the carrier preferably used in the invention has a particle diameter of 10 to 300 jim, preferably 20 to 200 \wn, a 
specific surface area of 50 to 1 000 nrr^/g, preferably 100 to 700 mfyg, and a pore volume of 0.3 to 3.0 cn^/g. If neces- 
sary, the carrier is calcined at 100 to 1000 °C, preferably 150 to 700 °C, prior to use. 

[0164] Examples of the inorganic halogenides employable in the invention include MgCfe, MgBr 2 . MnCfe and 
MnBr 2 . The inorganic halogenide may be used as it is. or may be used after pulverized by a ball mill or an oscillating 
mill. The inorganic halogenide may be used as fine particles of a precipitate obtained by dissolving the inorganic halo- 
genide in a solvent such as alcohol and then conducting precipitation using a precipitant. 

[0165] The clay employable in the invention is generally mainly composed of day mineral. The ion-exchange lay- 
ered compound employable in the invention is a compound having a crystal structure wherein plural layers are lami- 
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nated in parallel to one another with a weak bond strength by ionic bonding or the like, and the tons contained in the 
compound are exchangeable Most of clay minerals are ion-exchange layered compounds. The clay, the clay minerals 
and the ion-exchange layered compounds employable in th invention are not limited to natural ones but include syn- 
thetic ones. 

[0166] Examples of such clay, clay minerals and ion-exchange layered compounds include clay clay minerals and 
ion crystalline compounds having layered crystal structures such as hexagonal closest packing type, antimony type, 
CdCI 2 type and Cdl 2 type. 

[0167] Particular examples of the clay and the clay minerals include kaolin, bentonite, kftxjshi clay, gairome clay, 
allophane, hisingerite. pyrophyllrte. mica, rnontmorillonrte, vermiculite, chlorite, palygorskite, kaolinrte, nacrrte. cfickite 
and halloysrte. Particular examples of the ion-exchange layered compounds include crystalline acid salts of polyvalent 
metals, such as a-ZrfHAsO^-H^. a-ZrfHPO^. a-Zr(KP0 4 >2 • 3^0. a-TitHPO^, a-Ti(HAs0 4 >2 • H-jO, a- 
Sn(HP0^ 2 • HsP, rZrtHPO^, rTlfHPO^ and rTKNH^O^ • HgO. 

[01 68] The day. the clay minerals and the ion-exchange layered compounds are preferably those having a pore vol- 
ume, as measured on pores having a radius of not less than 20 A by a mercury penetration method, of not less than 
0.1 cc/g. and are particularly preferably those having a pore volume of 0.3 to 5 cc/g. The pore volume is measured on 
the pores having a radius of 20 to 3x1 0 4 A by a mercury penetration method using a mercury porosimeter. 
[0169] ff a compound having a pore volume, as measured on pores having a radius of not less than 20 A, of less 
than 0.1 cc/g is used as the carrier, it tends to be drfficutt to obtain high polymerization activity. 
[0170] It is preferable that the clay and the clay minerals for use in the invention are subjected to chemical treat- 
ments. Any of surface treatments to remove impurities attached to the surface and treatments having an influence on 
the crystal structure of the clay are employable. Examples of such chemical treatments include acid treatment alkali 
treatment, salt treatment and organic substance treatment. The acid treatment contrflxites to not only removing impu- 
rities from the surface but also eluting cations such as Al. Fe and Mg present in the crystal structure to increase the sur- 
face area. The alkali treatment destroys crystal structure of clay to bring about change in the structure of the clay. The 
salt treatment and the organic substance treatment can produce ionic complex, molecular complex, organic derivative 
or the like to change the surface area or the distance between layers. 

[0171] The ion-exchange layered compound for use in the invention may be a layered compound in which the 
exchangeable ions between layers have been exchanged with other large and bulky tons utilizing ion exchange proper- 
ties to enlarge the distance between the layers. The bulky ion plays a pillar-like roll to support the layer structure and is 
generally called a "pillar". Introduction of other substances between layers of a layered compound is called Intercala- 
tion". Examples of the guest compounds to be intercalated include cationic inorganic compounds, such as TiCI 4 and 
ZrCI 4 ; metallic alkoxides, such as Ti(OR) 4 , Zr(OR) 4 , PCKORfe and B(OR)3 (R is a hydrocarbon group or the like); and 
metallic hydroxide ions, such as (AI 13 0 4 (OH)24) 7+ . (Zr^OH)^* and (F^ojoCOCH^eT. These compounds are used 
singly or in combination of two or more kinds. The intercalation of the compounds may be carried out in the presence 
of polymers obtained by hydrolysis of metallic alkoxides such as Si(OR) 4 , Al(OR) 3 and Ge(OR) 4 (R is a hydrocarbon 
group or the like) or in the presence of colloidal inorganic compounds such as SiO^ Examples of the pillars include 
oxides produced by intercalation of the above-mentioned metallic hydroxide ions between layers, followed by dehydra- 
tion under heating. 

[0172] The clay, day minerals and ion-exchange layered compounds mentioned above may be used as they are, 
or may be used after they are subjected to a treatment of ball milling, sieving or the lika Moreover, they may be used 
after they are subjected to water adsorption or dehydration under heating. The clay, clay minerals and ion-exchange lay- 
ered compounds may be used singly or in combination of two or more kinds. 

[0173] Of the above-mentioned materials, preferable are clay and clay minerals, and particularly preferable are 
rnontmorillonrte, vermiculite, pectolrte, taenkxite and synthetic mica. 

[0174] The organic compound is, for example, a granular or particulate solid compound having a particle diameter 
of 10 to 300 jim. Examples of such compounds include (copolymers produced using an a-olefin of 2 to 14 carbon 
atoms such as ethylene, propylene, 1 -butene or 4-methyl- 1 -pentene as a chief ingredient, (co)poiymers produced using 
vinylcyctohexane or styrene as a chief ingredient, and modified products thereof. 

[0175] The olefin polymerization catalyst of the invention may further comprise the below-described specific 
organic compound component (D). if necessary, in addition to the transition metal compound (A), at least one com- 
pound (B) selected from the organometallic compound (B-1), the organoaluminum oxy-compound (B-2) and the ioniz- 
ing ionic compound (B-3), and the optionally used carrier (C). 

(D) Organic compound component 

[0176] In the present invention, the organic compound component (D) is optionally used for the purpose of improv- 
ing porymerizability and properties of the resulting polymer. Examples of the organic compounds include alcohols, phe- 
nolic compounds, carboxylic acids, phosphorus compounds and sulfonates 
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[0177] As the alcohols and the phenolic compounds, those represented by R^-OH (R 31 is a hydrocarbon group of 
1 to 50 carbon atoms or a halogenated hydrocarbon group of 1 to 50 carbon atoms) are generally employed. 
[01781 The alcohols are preferably those of the above formula wherein R 31 is a halogenated hydrocarbon group. 
The phenolic compounds are preferably those wherein the a,a'-positions of th hydraxyl group are substituted with 
hydrocarbon groups of 1 to 20 carbon atoms. 

[0179] As the carboxylic acids, those represented by R^-COOH (R 32 is a hydrocarbon group of 1 to 50 carbon 
atoms or a halogenated hydrocarbon group of 1 to 50 carbon atoms, preferably a halogenated hydrocarbon group of 1 
to 50 carbon atoms) are generally employed. 

[0180] As the phosphorus compounds, phosphoric acids having P-O-H bond, phosphates having P-OR bond or 
P=0 bond and phosphine oxide compounds are preferably employed. 

[0181] The sulfonates employable herein are those represented by the following formula (IX): 




(IX) 



wherein M is an atom selected from Group 1 to Group 14 of the periodic table; R 33 is hydrogen, a hydrocarbon group 
of 1 to 20 carbon atoms or a halogenated hydrocarbon group of 1 to 20 carbon atoms; X is a hydrogen atom, a halogen 
atom, a hydrocarbon group of 1 to 20 carbon atoms or a halogenated hydrocarbon group of 1 to 20 carbon atoms; m is 
an integer of 1 to 7; and 1 • n • 7. 

[0182] In Fig. 1, steps for preparing the olefin polymerization catalyst of the invention are shown. 
[0183] In the polymerization, me componerrts can be used in any way arxi in ai^ 
esses are given below. 

(1) The component (A) and the compound (B) are fed to the polymerization reactor in an arbitrary order. 

(2) A catalyst component wherein the component (A) is supported on the carrier (C), and the component (B) are 
fed to the polymerization reactor in an arbitrary order. 

(3) A catalyst component wherein the component (B) is supported on the carrier (C), and the component (A) are 
fed to the polymerization reactor in an arbitrary order. 

(4) A catalyst component wherein the component (A) is supported on the carrier (C), and a catalyst component 
wherein the component (B) is supported on the carrier (C) are fed to the polymerization reactor in an arbitrary 
order. 

(5) A catalyst component wherein the component (A) and the component (B) are supported on the earner (C) is fed 
to the polymerization reactor. 

[0184] In the above processes, two or more of the catalyst components may be previously contacted. 
[0185] An olefin may be prepoiymerized onto a sofid catalyst component wherein the component (A) and the com- 
ponent (B) are supported on the carrier (C). On the prepoiymerized solid catalyst component, a catalyst component 
may be further supported. 

[0186] In the process tor olefin polymerization according to the invention, an olefin is polymerized or copotyrnerized 
in the presence of the above-mentioned olefin polymerization catalyst to obtain an olefin polymer. 
[0187] In the present invention, the polymerization can be carried out as any of liquid phase polymerization, such 
as solution polymerization or suspension polymerization, and gas phase polymerization. 

[01 88] Examples of inert rtydrocarbon media for use in the liquid phase polymerization include aliphatic hydrocar- 
bons, much as propane, butane, pentane, hexane, heptane, octane, decane, dodecane and kerosine; aficyctic hydro- 
carbons, such as cyclopentane, cyctohexane and methylcyclcpentane; aromatic hydrocarbons, such as benzene, 
toluene and xylene; halogenated hydrocarbons, such as ethylene chloride, chlorobenzene and dichtoromethane; and 
mixtures of these hydrocarbons. The olefin itself can be used as the solvent 

[0189] In the polymerization of an olefin using the olefin polymerization catalyst, the component (A) is used in an 
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amount of usually 1(T 12 to 10" 2 mol, preferably 1CT 10 to 10 -3 mol. 

[0190] Th component (B-1) is used in such an amount that the molar ratio ((B-1)/(M)) of the component (B-1) to 
the transition metal atom (M) in th component (A) becomes usually 0.01 to 100000, preferably 0.05 to 50000. The 
component (B-2) is used in such an amount that the molar ratio ((B-2)/(M)) of the aluminum atom in the component (B- 
2) to the transition metal atom (M) in the component (A) becomes usually 1 0 to 500000, preferably 20 to 100000. The 
component (B-3) is used in such an amount that the molar ratio ((B-3)/(M)) of the component (B-3) to the transition 
metal atom (M) in the component (A) becomes usually 1 to 10, preferably 1 to 5. 

[0191] When the component (B-1) is used as the component (B), the component (D) is optionally used in such an 
amount that the (D)/(B-1) ratio by mol becomes usually 0.01 to 10, preferably 0.1 to 5. When the component (B-2) is 
used as the component (B), the component (D) is optionally used in such an amount that the (D)/(B-2) ratio by mol 
becomes usually 0.001 to 2, preferably 0.005 to 1. When the component (B-3) is used as the component (B), the com- 
ponent (D) is optionally used in such an amount that the (D)/(B-3) ratio by mol becomes usually 0.01 to 10, preferably 
0.1 to 5. 

[01 92] In the olefin polymerization using the olefin polymerization catalyst, the polymerization temperature is in the 
range of usually -50 to 4200 C, preferably 0 to 170 °C. The polymerization pressure is in the range of usually atmos- 
pheric pressure to 100 kg/cm 2 , preferably atmospheric pressure to 50 kg/cm 2 . The polymerization reaction can be car- 
ried out by any of batchwtse, semi-continuous and continuous processes. The polymerization can be conducted in two 
or more stages under different reaction conditions. 

[01 93] The molecular weight of the resulting olefin polymer can be controlled by allowing hydrogen to be present in 
the polymerization system or by changing the polymerization temperature. The molecular weight can be controlled also 
by changing the type of the component (B). 

[0194] Examples of the olefins which can be polymerized by the use of the olefin polymerization catalyst include: 

straight-chain or branched a-olefins of 2 to 30 carbon atoms, preferably 2 to 20 carbon atoms, such as ethylene, 
propylene, 1-butene, 2-butene, 1 -pentene, 3-methyM -butene, 1-hexene, 4-methyM -pentene, 3-methyl-1 -pentene, 
1-octene, 1-decene, 1-dodecene, 1-tetradecene, 1-hexadecene, 1-octadecene and 1-eicosene; and 
cycloolefins of 3 to 30 carbon atoms, preferably 3 to 20 carbon atoms, such as cyctopentene, cytioheptene, nor- 
bomene, 5-methyl-2-norbornene, tetracyclcdodecene and 2-methyl-1 methano-1 ,2,3.4,4a,5,8,8a-octahy- 
dronaphthalene. 

[0195] Polar monomers are also employable. Examples of the polar monomers include a,p-unsaturated carbaxylic 
acids, such as acrylic acid, methacrytic acid, fumaric acid, maleic anhydride, rtaconic acid, Haconic anhydride and btey- 
clo[2,2, 1 ]-5-heptene-2,3-dicarboxylic anhydride; metallic salts of a, ^-unsaturated carboxytic acids, such as sodium 
salts, potassium salts, lithium salts, zinc salts, magnesium salts and calcium salts of the above acids; o,p-unsaturated 
carboxytic esters, such as methyl acrytate, ethyl acrylate, n-propyl acrylate, isopropyl acrylate, n-butyl acrylate, isobutyl 
acrylate, tert-butyt acrylate, 2-ethylhexyl acrylate, methyl methacrylate, ethyl methacrytate, n-propyl methacrylate, iso- 
propyl methacrytate, n-butyl methacrylate and isobutyl methacrylate; vinyl esters, such as vinyl acetate, vinyl propion- 
ate, vinyl caproate, vinyl caprate, vinyl laurate, vinyl stearate and vinyl trif luoroacetate; unsaturated glycidyl esters, such 
as glycidyl acrylate, glycidyl methacrytate and rrtonogtycidyl rtaconate; and haiogen-corrtaining olefins, such as vinyl 
chloride and vinyl fluoride. 

[0196] Vinylcyciohexane, dienes and polyenes are also employable. The dienes and the polyenes employable 
herein are cyclic or chain compounds having 4 to 30 carbon atoms, preferably 4 to 20 carbon atoms, and having two or 
more double bonds. Examples of such compounds include butadiene, isoprene, 4-methyt-1 ,3-pentadiene, 1 ,3-pentadi- 
ene, 1,4-pentadiene, 1 ,5-hexadiene, 1,4-hexadiene, 1,3-hexadiene, 1 ,3-octadiene, 1 ,4-octadiene, 1 ,5-octadiene, 1,6- 
octadiene, 1,7-octadiene, ethylidene norbornene, vinyl norbomene, dicyclopentadiene, 7-methyl-1 ,6-octadiene, 4- 
ethylidene-8-methyl-1 ,7-nonadiene and 5,9-dimethyf-1 ,4,8-decatriene. 

[0197] Aromatic vinyl compounds are also employable. Examples of such compounds include mono- or pdyalkyla- 
tyrenes, such as styrene, o-methylstyrene, m-methytetyrene, p-methylstyrene, o,p-dimethylstyrene, o-ethylstyrene, m- 
ethytstyrene and p-ethytstyrene; functional group-containing styrene derivatives, such as methoxystyrene, ethoxysty- 
rene, vinylbenzoic acid, methyl vinylbenzoate, vinylbenzyl acetate, hydroxystyrene, o-chlorostyrene, p-chtorostyrene 
and divinylbenzene; and other compounds, such as 3-phenytpropylene, 4-phenytpropylene and o-rrtethytetyrene. 
[01 98] The olefins mentioned above can be used singly or in combination of two or more kinds. 

EFFECT OF THE INVENTION 

[0199] The olefin polymerization catalyst according to the present invention exhibits a high polymerization activity 
against olefins 
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EXAMPLE 

[0200] The present invention is further described with reference to the following examples, but it should by con- 
strued that the invention is in no way limited to those examples. 
5 [0201] Some examples of syntheses of complexes ar given below. 

[0202] The structures of the compounds obtained in the synthesis examples were determined by 270 MHz 1 H-NMR 
(Japan Electron Optics Laboratory GSH-270 Model), FD-mass spectrometry (Japan Electron Optics Laboratory SX- 
102A Model) and metal content analysis (analysis by ICP method after dry ashing and dissolution in dilute nitric acid, 
device: SHIMADZU ICPS-8000 Model). 

10 

Synthesis Example 1 

Synthesis of figand precursor (1) 

is [0203] Into a 300 ml reactor thoroughly purged with nitrogen, 150 ml of ethanol, 5.0 g (53 rnrnol) of aniline and 5.1 
g (53 mmol) of pynrole-2-carboxyalderryde were introduced. To the reactor was further added 1 ml of formic acid, fol- 
lowed by stirring at room temperature for 24 hours. The reaction solution obtained was vacuum concentrated to remove 
the solvent and then subjected to silica gel column purification to obtain 6.0 g (34.9 mmol, yield: 66%) of a white solid. 
The analytical results of the white solid are described below. 

20 

1 H-NMR (CDCy: 6.3 (d, tH), 6.69 (dd, 1H), 6.89 (d. 1H). 7.1-7.5 (m, 4H), 8.29 (s, 1H), 9.85 (brs, 1H) 
FD-mass spectrometry: 170 

[0204] From the above results, the white solid proved to be a compound (ligand precursor (1)) represented by the 
25 following formula 
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40 

Synthesis of transition metal compound (1-a) 

[0205] In a 100 ml reactor thoroughly dried and purged with argon, 16 ml of a diethyl ether solution containing 1 .04 
45 g (6.08 mmol) of the ligand precursor (1) was cooled to -78 °C. To the solution, 4.2 ml of a hexane solution containing 
6.08 mmol of n-BuLi was slowly dropwise added, and then the temperature of the resulting solution was raised to room 
temperature. The solution was then slowly dropwise added to a mixture consisting of 6.08 ml of a heptane solution of 
titanium tetrachloride (concentration of titanium tetrachloride: 0.5 rnmol/mf) and 16 ml of diethyl ether, said mixture hav- 
ing been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was 
so slowly raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 8 hours. 
The reaction solution was ffitered through a glass filter, and thef&trate was vacuum concentrated. The solid precipitated 
was dissolved in 5 ml of methylene chloride, and to the solution was slowly added 10 ml of hexane with stirring. The 
mixture was allowed to stand at room ten^ to prectprtate a dark brown solid. The solid was filtered off on a glass 
fitter, washed with pentane and vacuum dried to obtain 1.10 g (2.40 mmol, yield: 79%) of a dark brown solid. The ana- 
55 lytical results of the dark brown solid are descrbed below. 

1 H-NMR (CDCI3): 6.0-7.9 (m, 16H), 7.80 (s, 2H) 
FD-mass spectrometry: 456(M+) 
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Elemental analysis: 71: 10.4% (calculated value: 10.5%) 

[0206] Rom the above results, the dark brown solid proved to be a compound (transition metal compound (1-a)) 
represented by the following formula. 



Synthesis E x^nnple, % 

25 Synthesis of transition metal compound (1-b) 

[0207] Into a 300 ml reactor thoroughly dried and purged with argon, 1 .1 1 g (2.95 mmol) of a zirconium tetracrtfo- 
ride/2THF complex and 40 ml of tetrahydrofuran were introduced, and they were cooled to -78 °C. To the reactor, 15 ml 
of a diethyl ether solution containing 1 .02 g (6.0 mmol) of the iigand precursor (1) was slowly dropwise added. After the 
30 dropwise addition was completed, the temperature of the resulting solution was slowly raised to room temperature with 
stirring. Then, the solution was further stirred at room temperature for 8 hours. The reaction solution was filtered 
through a glass filter, and the filtrate was vacuum concentrated. The solid precipitated was cfissolved in 1 0 ml of meth- 
ylene chloride, and to the solution was slowly added 70 ml of pentane with stirring. The mixture was allowed to stand at 
room temperature to precipitate reddish brown crystals. The crystals were ffltered off on a glass filter, washed with pen- 
as tane and vacuum dried to obtain 0.35 g (0.70 mmol, yield: 24 %) of a yellowish green solid. The analytical results of the 
yellowish green solid are descrbed below. 

1 H-NMR (CDCI3): 6.55^7.85 (m, 16H), 8.95 (s, 2H) 
FD-mass spectrometry: 500(M*) 
40 Elemental analysts: Zr: 18.4% (calculated value: 18.2%) 

[0208] From the above results, the yellowish green solid proved to be a compound (transition metal compound (1 - 
b)) represented by the following formula. 
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Synthesis Example 3 

s Synthesis of lioand precursor (2) 

[0209] In an atmosphere of nitrogen. 24.8 g (0.26 mol) of pyrrole-2-carboxyaldehyde was introduced into 44.8 g 
(0.50 mol) of a 50 % aqueous solution of dimethytamine to give a solution. After the solution was stirred at room tem- 
perature for 3 hours, water was added to the solution. As a result, a light yellow slurry was obtained. The precipitate was 
io filtered, washed with dichloromethane and water, and then vacuum dried to obtain 29.6 g (yield: 92.0 %) of a purple 
solid (dinner compound (2a) represented by the following formula). 



15 




20 



[0210] In an atmosphere of nitrogen, 5.0 g (20.5 mmof) of the dimer compound was dissolved in 100 ml of THF. 
After the solution was cooled to -1 5 °C, 31 .9 ml of a hexane solution containing 49.0 mmoJ of n-BuLi was slowly drop- 

25 wise added, and the temperature of the resulting solution was raised to room temperature. The solution was then 
cooled to -78 °C, and 3.1 ml (49.0 rrtmol) of methyl iodide was slowly dropwise added. The temperature of the resulting 
solution was raised to room temperature, and the solution was stirred for 3 hours. The reaction solution was quenched 
with a 0.4 mole sodium acetate aqueous solution, and the organic layer was extracted and recrystallized from ethyl ace- 
tate to obtain 3.27 g (12.0 rrtmol, yield: 59 %) of a white solid (a-methyl substituted dimer compound represented by the 

30 following formula). 



35 




40 



[0211] The a-methyl substituted dimer compound was dissolved in 40 ml of THF, and the solution was mixed with 
45 60 ml of a 0.4 mole sodium acetate aqueous solution. The reaction of the mixture was conducted for 6 hours under 
reflux, whereby hydrolysis proceeded. After the reaction was completed, the organic layer was extracted with diethyl 
ether, then the solvent was distilled off, and the remainder was vacuum dried to obtain 2.53 g (23.2 mmof, yield: 96.7 
%) of 5-mefthytpyrrde»2-<&rb^ as a reddish purple solid. 

[0212] Thereafter, 2.52 g of the 5-metriylpynole-2-cajtxJxyaldehyde was allowed to react with 2.12 g (22.8 rrtmol) of 
so aniline in the same manner as in the synthesis of the ligand precursor (1), to obtain 2.39 g (yield: 57%) of a brown solid. 
The analytical results of the brown solid are descrfeed below. 

1 H-NMR (CDCI3): 2.56 (s. 3H), 6.31 (d, 1H), 7.2-7.7 (m f 6H), 8.10 (s, 1H). 13.88 (brs, 1H) 

55 FD-mass spectrometry: 184(M + ) 

[0213] From the above results, the brown solid proved to be a compound (H9and precursor (2)) represented by the 
following formula 
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Synthesis of transition metal compound (2- A) 

20 [0214] tn a 100 ml reactor thoroughly dried and purged with argon. 20 ml of a diethyl ether solution containing 0.76 
g (4.1 1 mrnof) of the figand precursor (2) was cooled to -78 °Q To the solution, 2.8 ml of a hexane solution containing 
4.48 mmo) of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 3.9 ml of a heptane solution of tita- 
nium tetrachloride (concentration of titanium tetrachloride: 0.5 mmoi/ml) and 20 ml of diethyl ether, said mixture having 

25 been cooled to -78 °C. After the dropwise addition was c om plet e d, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 8 hours. The 
reaction solution was filtered through a glass filter, and the filtrate was vacuum concentrated. The solid precipitated was 
dissolved in 5 ml of methylene chloride, and to the solution was slowly added 1 0 ml of hexane with stirring. The mixture 
was allowed to stand at room temperature to precipitate a dark brown solid. The solid was filtered off on a glass filter, 

30 washed with hexane and vacuum dried to obtain 0.23 g (0.47 mrnd, yield: 23%) of a dark green solid. The analytical 
results of the dark green solid are described below. 

^NMR (CDCI3): 2.52 (s. 6H). 6.1-8.0 (m, 16H) 
FD-mass spectrometry: 484(M + ) 
35 Elemental analysis: 71: 9.7 % (calculated value: 9.9 %) 

[0215] From the above results, the dark green solid proved to be a compound (transition metal compound (2-A)) 
represented by the following formula. 
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Synthesis Example 4 



Synthesis of lioand precursor (3) 



s [0216] In an atmosphere of nitrogen. 10.1 g (41 .3 mmol) of the dimer compound (2a) which was a synthetic inter- 
mediate of the ligand precursor (2) was dissolved in 200 ml of THF, and th solution was cooled to -1 5 °C. To the solu- 
tion. 62 ml of a hexane solution containing 99.2 mmol of n-BuLi was slowly dropwise added, and the temperature of the 
resulting solution was raised to room temperature. Then, the solution was cooled to -78 °C, and 12.5 ml (99.2 mmol) of 
trimethytsilyi chloride was dropwise added. Thereafter, the temperature of the resulting solution was raised to room 

io temperature, and the solution was stirred for 3 hours. The reaction solution was quenched with a 0.4 mole sodium ace- 
tate aqueous solution, and the organic layer was extracted to obtain 16.6 g (41.3 mmol, yield: 100 %) of an a-trirneth- 
ytsilyi substituted dimer compound as white needle crystals. 

[021 7] Then. 12.4 g (32.0 mmol) of the a-trimethylsilyl substituted dimer compound was dissolved in 150 ml of THF, 
and the solution was mixed with 300 ml of a 0.75 mole sodium acetate aqueous solution. The reaction of the mixture 
is was conducted for 1 5 hours under reflux, whereby hydrolysis proceeded. After the reaction was completed, the organic 
layer was extracted with diethyl ether, then the solvent was distilled off, and the remainder was vacuum dried to obtain 
10.7 g (64.0 mmol, yield: quant) of 5-trimemylsilylpyrrole-2-<»rb^ 

[021 8] Thereafter, 5.0 g (28.7 mmol) of the S-trirnetriytsflytpyird^ was allowed to react with 2.67 

g (28.7 mmol) of aniline in the same manner as in the synthesis of the ligand precursor (1), to obtain 4.18 g (yield: 54 
20 %) of a wine red oil (GC purity: 90 %). 

1 H-NMR (CDCy: 0.30 (s, 9H), 6.49 (d, 1H), 6.81 (d, 1H), 7.1-7.5 (m, 5H), 8.29 (s, 1H), 9.35 (brs, 1H) 
FD-mass spectrometry: 242(W*) 

25 [021 9] From the above results, the wine red oil proved to be a compound (ligand precursor (3)) represented by the 
following formula 




45 

Synthesis Example 5 

Synthesis of transition metal compound (3- A) 

so [0220] In a 1 00 ml reactor thoroughly dried and purged with argon, 20 ml of a diethyl ether solution containing 0.848 
g (3.50 mmol) of the ligand precursor (3) was cooled to -78 °C. To the solution, 2.8 ml of a hexane solution containing 
4.48 mmol of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 3.5 ml of a heptane solution of tita- 
nium tetrachloride (concentration of titanium tetrachloride: 0.5 mmol/ml) and 20 ml of diethyl ether, said mixture having 

55 been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 8 hours. The 
reaction solution was tatered through a glass filter, and the filtrate was vacuum concentrated. The solid precipitated was 
subjected to recrystallizatton from hexane and then vacuum dried to obtain 0.52 g (0.86 mmol, yield: 49 %) of a black 
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solid. The analytical results of the black solid are descrfeed below. 

1 H-NMR (CDCI3): 0.60 (s, 18H), 6.2-6.4 (m, 4H), 6.9-7.2 (m, 10H). 7.82 (s, 2H) 
FD-mass spectrometry: 6G0(M 4 ) 
5 Bemental analysts: Ti: 7.8% (calculated value: 8.0 %) 

[0221 ] From the above results, the black solid proved to be a compound (transition metal compound (3-A)) repre- 
sented by the following formula. 



10 



15 



20 




SiMe 3 



25 

Synthesis Example 6 

Synthesis of transition metal compound (3-B) 

30 

[0222] Into a 100 ml reactor thoroughly dried and purged with argon, 0.45 g (1.19 mmol) of a zirconium tetracMo- 
ride/2THF complex and 15 ml of THF were introduced, and they were cooled to -78 °C. To the resulting solution, 15 ml 
of a THF solution containing 0.58 g (3.7 mmol) of the ligand precursor (3) was slowly dropwise added. After the drop- 
wise addition was completed, the temperature of the resulting solution was slowly raised to room temperature with stir- 
35 ring. Then, the solution was further stirred for 7 hours under heating at 55°C. After the reaction solution was filtered, the 
filtrate was vacuum concentrated. The solid precipitated was washed with hexane and vacuum dried to obtain 0.70 g 
(1 .09 mmol, yield: 91 %) of mud yellow solid. The analytical results of the mud yellow solid are described below. 

1 H-NMR (CDCy: 0.53 (s, 18H), 6.38 (d, 2H), 6.43 (d, 2H), 6.8-7.2 (m, 10H), 7.87 (s> 2H) 
40 FD-mass spectrometry: 644(M+) 

Bemental analysts: Zr: 14.4 % (calculated value: 14.2 %) 

[0223] From the above results, the mud yellow solid proved to be a compound (transition metal compound (3-6)) 
represented by the following formula. 

45 



50 



55 
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20 Synthesis Example 7 

Synthesis of fioand precursor (A) 

[0224] Into a 300 rrd reactor thoroughly purged with nitrogen, 150 ml of ethanol. 5.22 g (52.6 mmoQ of cyclohexy- 
25 [amine and 5.0 g (52.6 mmol) of pyrrde-2-carboxyaldehyde were introduced to dissolve cyclohexytarrtine and pyrrole- 
2-carbaxyaldehyde in ethanol, and the solution was stirred at room temperature for 24 hours. The reaction solution was 
vacuum concentrated to remove the solvent and vacuum dried to obtain 8.88 g (50.4 mmol, yield: 96%) of a dark brown 
oil. The analytical results of the dark brown oil are descrfoed below. 

30 1 H-NMR (CDCb): 1.1-1.9 (m, 10H), 3.0-3.2 (m, 1H), 6.21 (d, 1H), 6.48 (d, 1H), 6.89 (dd, 1H), 8.13 (s, 1H), 8.35 
(brs,1H) 

FD-mass spectrometry: 176 

[022$] From the above results, the dark brown oil proved to be a compound (ligand precursor (4)) represented by 
35 the following formula. 



40 



45 




50 

Synthesis of transition metal compound (4-A1 

[0226] In a 1 00 ml reactor thoroughly dried and purged with argon, 25 ml of a diethyl ether solution containing 1 .02 
55 g (5.78 mmol) of the ligand precursor (4) was cooled to -78 °C. To the solution, 3.8 ml of a hexane solution containing 
6.08 mmol of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 5.78 ml of a heptane solution of tita- 
nium tetrachloride (concentration of titanium tetrachloride: 0.5 mmol/rrrf) and 25 ml of diethyl ether, said mixture having 
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been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 8 hours. The 
reaction solution was filtered through a glass filter, and the filtrate was vacuum concentrated. The solid precipitated was 
dissolved in 5 ml of methylene chloride, and to the solution was slowly added 10 ml ofhexane with stirring. The mixture 
was allowed to stand at room temperature to precipitate a black solid. The solid was ffltered off on a glass fflter, washed 
with hexane and vacuum dried to obtain 0.52 g (1 .11 mmol, yield: 38 %) of a black solid. The analytical results of the 
black solid are described below. 



1 H-IMMR (CDCI3): 0.7-2.7 (m, 22H). 6.2-7.9 (m, 6H), 8.00 (s, 2H) 

FD-mass spectrometry: 468(M+) 

Elemental analysis: Ti: 17.8 % (calculated value: 17.8 %) 



[0227] From the above results, the black solid proved to be a compound (transition metal compound (4- A)) repre- 
sented by the following formula. 




Synthesis Example 8 

Synthesis of transition meta l compound (4-B) 

[0228] In a 100 ml reactor thoroughly dried and purged with argon, 30 ml of a diethyl ether solution containing 1.11 
g (6.28 mmol) of the ligand precursor (4) was cooled to -78 °C. To the solution, 3.8 ml of a hexane solution containing 
6.08 mmol of rvBuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mbcture consisting ^ (THF^ complex (3.0 
mmol) and 40 ml of THF, said mixture having been cooled to -78 °C. After the dropwise addition was completed, the 
temperature of the resulting solution was slowly raised to room temperature with stirring. Then, the solution was further 
stirred at room temperature for 8 hours. The reaction solution was fBtered through a glass fflter, and the filtrate was vac- 
uum concentrated. The solid precipitated was filtered off on a glass fitter, washed with hexane and vacuum dried to 
obtain 0.78 g (1 .52 mmol, yield: 48%) of a yellow solid. The analytical results of the yellow solid are descrtoed below. 

1 H-NMR (CDCI3): 0.6-2.0 (m. 20H), 2.6-3.2 (m, 2H), 6.0-6.9 (m, 6H), 8.07 (s, 2H) 

FD-mass spectrometry: 512 (M*) 

Elemental analysis: Zr: 18.1 % (calculated value: 17.8 %) 

[0229] From the above results, the yellow solid proved to be a compound (transition metal compound (4-B)) repre- 
sented by the following formula. 
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15 

Synthesis Example 9 

Synthesis of transition metal compound (4-C) 

20 

[0230] In a 100 ml reactor thoroughly dried and purged with argon, 25 ml of a THF solution containing 1.02 g (5.78 
mmol) of the figand precursor (4) was cooled to -78 °C. To the solution, 3.8 ml of a hexane solution containing 6.08 
mmol of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tempera- 
ture. The solution was then slowly dropwise added to 25 ml of a THF solution containing 1 .08 g (2.89 mmol) of a chro- 

25 mium trichloride/3TVIF complex, said THF solution having been cooled to -78 °C. After the dropwise addition was 
completed, the temperature of the resulting solution was slowly raised to room temperature with stirring. To the solution 
was then added 2.7 ml (2.90 rrtmol) of a 1 .0 mole trimethylaluminum toluene solution. The resulting solution was further 
stirred at room temperature for 2 hours. The reaction solution was f ftered through a glass filter, and the filtrate was vac- 
uum concentrated. The solid precipitated was dissolved in 5 ml of methylene chloride, and to the solution was slowly 

30 added 10 ml of hexane with stirring. The mixture was allowed to stand at room temperature to precipitate a black solid. 
The solid was filtered off on a glass filter, washed with hexane and vacuum dried to obtain 0.09 g (0.22 mmol, yield: 8 
%) of a black solid. The analytical result of the black solid is described blow. 

FD-mass spectrometry: 41 7(M + ) 

35 

[0231] From the above result, the black solid proved to be a compound (transition metal compound (4-C)) repre- 
sented by the following formula. 
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50 



Synthesis Example 10 

55 

Synthesis of lioand precursor iSi 

[0232] Into a 300 nrd reactor thoroughly purged with nitrogen, 150 ml of ethanol, 26.3 ml of a methanol solution con- 
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tairu'ng 52.6 rnmol of etrrytarrrine and 5.0 g (52.6 mmd) of pyrrol e-2-cart>oxya!dehyde were introduced to dissolve ethyl- 
ami ne and pyrrole-2-carbcKyaldehyde in ethanol, and the solution was stirred at room temperature for 24 hours. The 
reaction solution was vacuum concentrated to remove the solvent and then vacuum dried to obtain 4.15 g (34.0 rnmol, 
yield: 65%) of a reddish brown powder. The analytical results of the reddish brown powder are described below. 

5 

1 H-NMR (CDCI3): 1.26 (t, 3H), 3.56 (q, 2H), 6.26 (d, 1H), 6.43 (d, 1H), 6.89 (dd, 1H), 8.13 (s, 1 H), 9.20 (brs, 1 H) 
FD-mass spectrometry: 122 

[0233] From the above results, the reddish brown powder proved to be a compound (ligand precursor (5)) repre- 
10 sented by the following formula. 



15 




20 



Synthesis of transition metal compound (5-A) 

25 

[0234] In a 1 00 ml reactor thoroughly dried and purged with argon, 24 ml of a diethyl ether solution containing 0.80 
g (6.55 mmoO of the ligand precursor (5) was cooled to -78 °C. To the solution, 4.3 ml of a hexane solution containing 
6.88 rnmol of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 6.6 ml of a heptane solution of tita- 

30 nium tetrachloride (concentration of titanium tetrachloride: 0.5 mmolAnl) and 25 ml of diethyl ether, said mixture having 
been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 8 hours. The 
reaction solution was ffitered through a glass filter, and the filtrate was vacuum concentrated. The solid precipitated was 
dissolved in 5 ml of methylene chloride, and to the solution was slowly added 1 0 ml of hexane with stirring. The mixture 

35 was allowed to stand at room tenperature to precipitate a black solid. The solid was ffltered off on a glass fflter, washed 
with hexane and vacuum dried to obtain 0.68 g (1 .88 rnmol, yield: 58%) of a black solid. The analytical results of the 
black solid are descrfoed below. 

1 H-NMR (CDCy. 1.05 (t 6H), 3.09 (q, 4H), 6.2-7.9 (m, 6H), 8.00 (s, 2H) 
40 FD-mass spectrometry: 360(M+) 

Elemental analysts: Ti: 13.3 % (calculated value: 13.3 %) 

[0235] From the above results, the black solid proved to be a compound (transition metal compound (5-A)) repre- 
sented by the following formula. 
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Synthesis Example 11 
Synthesis of fioand precursor (6) 

5 [0236] Into a 300 ml reactor thoroughly purged with nitrogen, 150 ml of ethano), 4.73 g (50.8 mmol) of aniline and 
4.9 g (49.8 mmol) of imidazde-4-cartx>xyaIdehyde were introduced to dissolve aniline and imidazde-4-carboxyalde- 
hyde in ethanol, and the solution was stirred at room temperature for 20 hours. The reaction solution was vacuum con- 
centrated to remove the solvent and then vacuum dried to obtain 8.47 g (49.5 mmol. yield: 99 %) of a white powder. The 
analytical results of the white powder are descrfced below. 

10 

1 H-NMR (CDCI3): 6.6-7.9 (m, 7H). 8.43 (s. 1H) 
FD-mass spectrometry: 171 

[0237] From the above results, the white powder proved to be a compound (ligand precursor (6)) represented by 
15 the following formula. 



20 



25 




30 



Synthesis of transition metal compound (6-A) 

35 [0238] In a 100 ml reactor thoroughly dried and purged with argon, 30 ml of a diethyl ether solution containing 1 .03 
g (6.02 mmol) of the ligand precursor (6) was cooled to -78 °C. To the solution, 3.76 ml of a hexane solution containing 
6.02 mmol of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature The solution was then slowly dropwise added to a mixture consisting of 6.0 ml of a heptane solution of tita- 
nium tetrachloride (concentration of titanium tetrachloride: 0.5 mmol/mJ) and 30 ml of diethyl ether, said mixture having 

40 been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 8 hours. The 
reaction solution was fftered through a glass fitter, and the filtrate was vacuum concentrated. The solid precipitated was 
dissolved in 5 ml of methylene chloride, and to the solution was slowly added 1 0 ml of hexane with stirring. The mixture 
was allowed to stand at room temperature to precipitate a black solid . The solid was ffltered off on a glass filter, washed 

45 with hexane and vacuum dried to obtain 0.11 g (0.24 mmol, yield: 8%) of a black solid. The analytical results of the 
black solid are described below. 

1 H-NMR (CDCI3): 6.0-7.7 (m, 16H) 
FD-mass spectrometry: 458(M + ) 

50 

[0239] From the above results, the black solid proved to be a compound (transition metal compound (6-A)) repre- 
sented by the following formula. 
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Synthesis Example 12 

Synthesis of lioand precursor (7) 

20 [0240J Into a 300 ml reactor thoroughly purged with nitrogen. 90 ml of ethanol, 1.92 g (21 mmol) of aniline and 3.0 
g (21 mmol) of indote-2-akfehyde were introduced, then 0.2 rrd of acetic acid was added, and the mixture was stirred at 
room temperature for 24 hours. The reaction solution was vacuum concentrated to remove the solvent, and the concen- 
trate was purified by the use of hexane and dicWoromethane to obtain 4.17 g (20 mmol, yield: 93.2 %) of a deep red 
powder. The analytical results of the deep red solid are described below. 

25 

1 H-NMR (CDCy: 6.98 (s, 1H), 7.1-7.8 (m, 9H), 8.50 (s. 1H), 9.32 (brs, 1H) 
FD-mass spectrometry : 220 

[0241 ] From the above results, the deep red solid proved to be a compound (ligand precursor (7)) represented by 
30 the following formula. 
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Synthesis of transition metal compound (7- A) 

50 

[0242] fan a 100 ml reactor thoroughly dried and purged with argon. 20 ml of a diethyl ether solution containing 1.0 
g (4.54 mmol) of the ligand precursor (7) was cooled to -78 °C. To the solution, 2.98 ml of a hexane solution containing 
6.08 mmol of n-BuU was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 4.54 ml of a heptane solution of tita- 
55 nium tetrachloride (concentration of titanium tetrachloride: 0.5 mmol/ml) and 20 ml of diethyl ether, said mixture having 
been cooled to -78 °C. After the dropwise addition was completed, the temperatur of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 8 hours. The 
reaction solution was filtered through a glass filter, and the filtrate was vacuum concentrated. The solid precipitated was 
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washed with hexane, and the resulting black powder was dissolved in 1 0 ml of ether and 50 ml of methylene chloride. 
The solution was filtered through a glass fitter, and the filtrate was concentrated to obtain a black powder. The black 
powder was washed with hexane and vacuum dried to obtain 0.79 g (1 .41 mmoi, yield: 61 %) of a dark brown solid. The 
analytical results of the dark brown solid are described below. 

5 

1 H-NMR (CDCI3): 6.0-8.5 (m. 20H), 8.92 (s, 2H) 
FD-mass spectrometry: 556^*) 

[024?] From the above results, the dark brown solid proved to be a compound (transition metal compound (7-A)) 
10 represented by the following formula. 




25 



Synthesis Example 13 

30 

Synthesis of lioand precursor ( 8) 

[0244] Into a 300 ml reactor thoroughly purged with nitrogen, 150 ml of ethanol, 12.05 g (52.58 mmol) of 3,5-bts(tri- 
fluoromethyQanffine and 5.0 g (52.58 mmol) of pyiTole-2-carboxyaWehyde were introduced, then 0.2 ml of acetic add 
35 was added, and the mixture was stirred at room temperature tor 1 week. The reaction solution was vacuum concen- 
trated to remove the solvent, and the concentrate was purified 

g (31 .5 mmol, yield: 60.0 %) of a dark brown solid. The analytical results of the dark brown solid are descrtoed below. 

1 H-NMR (CDCI3): 6.39 (dd. 1H), 6.80 (d, 1H). 7.08 (d, 1H). 7.60 (s. 2H). 7.68 (s, 1H), 8.30 (s, 1H), 9.40 (brs, 1H) 
40 FD-mass spectrometry: 306 

[0245] From the above results, the dark brown solid proved to be a compound (ligand precursor (8)) represented 
by the following formula. 
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Synthesis of transition metal compound (8-A) 

[0246] tn a 1 00 ml reactor thoroughly dried and purged with argon , 40 ml of a diethyl ether solution containing 1 .02 
g (3.32 mmoO of the ligand precursor (8) was cooled to -78 °C. To the solution, 2.22 ml of a hexan solution containing 
3.55 mmol of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 3.25 ml of a heptane solution of tita- 
nium tetrachloride (concentration of titanium tetrachloride: 0.5 mmolAnJ) and 40 ml of diethyl ether, said mixture having 
been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 12 hours. The 
reaction solution was filtered through a glass filter, and the filtrate was vacuum concentrated. The solid precipitated was 
washed with hexane. and the resulting black solid was vacuum dried to obtain 0.75 g (1 .02 mmol, yield: 62%) of a dark 
brown solid. The analytical results of the dark brown solid are described below. 

1 H-NMR (CDCy: 6.18 (dd, 2H), 6.48 (d, 2H), 6.62 (d, 2H), 7.0-8.5 (m, 8H) 
FD-mass spectrometry: 728(M + ) 

[0247] From the above results, the dark brown solid proved to be a compound (transition metal compound (8-A)) 
represented by the following formula. 




Synthesis Example 14 
Synthesis of lioand precursor (9) 

[0248] trrto a 200 ml reactor thoroughly purged with nitrogen, 90 ml of ethanol, 2.0 g (20.25 mmol) of cyclohexy- 
tani tine and 3.0 g (20.25 mmol) of indole-2-aldehyde were introduced, and they were stirred at room temperature for 1 2 
hours. The reaction solution was vacuum concentrated to remove the solvent, and the concentrate was crystallized and 
purified by the use of hexane to obtain 3.46 g (15.3 mmol, yield: 75.5 %) of a brawn solid. The analytical results of the 
brown solid are described below. 

1 H-NMR (CDCI3): 1.0-2.0 (m, 10H), 3.1-3.4 (m, 1H), 6.70 (s, 1H), 7.0-7.7 (m, 4H), 8.32 (s. 1H). 9.30 (brs. 1H) 
FD-mass spectrometry: 226 

[0249] From the above results, the brown solid proved to be a compound (ligand precursor (9)) represented by the 
following formula. 
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15 



Synthesis of transition metal compound (9- A) 

20 [0250] tn a 100 ml reactor thoroughly dried and purged with argon, 30 ml of a diethyl ether solution containing 1.02 
g (4.51 mmoJ) of the tigand precursor (9) was ceded to -78 °C. To the solution, 2.9 ml of a hexane solution containing 
4.51 mmol of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 4.5 ml of a heptane solution of tita- 
nium tetrachloride (concentration of titanium tetrachloride: 0.5 mrnol/rrtl) and 40 ml of diethyl ether, said mixture having 

25 been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 12 hours. The 
reaction solution was filtered through a glass filter, and the resulting black solid was washed with dethyl ether. The solid 
was extracted with dichloromethane and vacuum concentrated. The solid precipitated was washed with hexane, and 
the resulting black solid was vacuum dried to obtain 0.84 g (1.48 mmol, yield: 65%) of a black solid. The analytical 

30 results of the black solid are described below. 

1 H-NMR (CDCy: 0.3^2.8 (m, 22H), 6.7-7.8 (m, 8H), 8.30 (s, 2H), 8.95 (d, 2H) 
FD-mass spectrometry: 568(^1*) 

35 [0251] Rom the above results, the black solid proved to be a compound (transition metal compound (9-A)) repre- 
sented by the following formula. 



Synthesis Example 15 

55 

Synthesis of lioand precursor (10) 

[0252] Into a 200 ml reactor thoroughly purged with nitrogen, 100 ml of ethanol, 5.67 g (21.0 mmol) of n-octade- 
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cytamine and 2.0 g (21 .0 mmol) of pyrrol e-2-carix>xyaJdehyde were introduced, and they were stirred at room temper- 
ature lor 12 hours. The reaction solution was vacuum concentrated to remove the solvent, and th concentrate was 
vacuum dried to obtain 6.46 g (18.6 mmol, yield: 88.5 %) of a white powder. The analytical results of the white powder 
are descrfoed below. 

5 

'H-NMR (CDCI3): 0.90 (t, 3H) ( 1.28 (m, 30H), 1.62 (m p 2H) ( 3.52 (t, 2H), 6.24 (dd, 1H), 6.48 (d, 1H), 6.88 (d, 1H), 
8.08 (s. 1H), 9.20 (brs, 1H) 
FD-mass spectrometry: 346 

10 [0253] From the above results, the white powder proved to be a compound (ligand precursor (1 0)) represented by 
the following formula. 




Synthesis of transition metal compound (10-A) 

25 

[0254] In a 100 ml reactor thoroughly dried and purged with argon, 40 ml of a diethyl ether solution containing 1 .0 
g (2.91 mmol) of the ligand precursor (10) was cooled to -78 °C. To the solution, 1 .95 ml of a hexane solution containing 
2.91 mmol of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 2.9 ml of a heptane solution of tita- 

30 nium tetrachloride (concentration of titanium tetrachloride: 0.5 rnmolAnl) and 30 ml of diethyl ether, said mixture having 
been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 8 hours. The 
reaction solution was filtered through a glass filter, and the filtrate was vacuum concentrated. The solid precipitated was 
dissolved in 5 ml of methylene chloride, and to the solution was slowly added 1 0 ml of hexane with stirring. The mixture 

35 was allowed to stand at room temperature to precipitate a black solid. The solid was f fttered off by a glass filter, washed 
with hexane and vacuum dried to obtain 0.44 g (0.54 mmol, yield: 37 %) of a black solid. The analytical results of the 
black solid are described below. 

1 H-NMR (CDCy: 0.9-2.0 (m, 70H), 2.8-3.3 (m, 4H), 6.2-7.9 (m, 6H), 8.88 (s, 2H) 
40 FD-mass spectrometry: 809(M + ) 

[0255] From the above results, the black solid proved to be a compound (transition metal compound (10-A)) repre- 
sented by the following formula. 

45 
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Synthesis Example 16 
Synthesis of fioand precursor (1 1) 

[0256] Into a 200 mi reactor thoroughly purged with nitrogen, 100 ml of ethanol, 6.47 g (52.54 mmoQ of p-anrsidine 
and 5.0 g (52.58 mmoQ of pyrrole-2-carboxyaldehyd were introduced, then 0.5 ml of acetic acid was added, and the 
mixture was stirred at room temperature for 3 days. The reaction solution was vacuum concentrated to remove the sol- 
vent and the concentrate was vacuum dried to obtain 1 0.24 g (51 .1 mmol, yield: 96.3 %) of an umber powder. The ana- 
lytical results of the umber powder are described below. 

1 H4MMR (CDCy: 3.82 (s, 3H), 6.28 (dd. 1 H), 6.68 (d, 1 H), 6.8-7.0 (m, 3H), 7.1 -7.3 (m, 2H), 8.30 (s. 1 H), 10.10 (brs, 
1H) 

FD-mass spectrometry: 200 

[0257] From the above results, the umber powder proved to be a compound (ligand precursor (1 1)) represented by 
the following formula. 




Synthesis of transition metal compound (1 1-A) 

[0258] In a 100 ml reactor thoroughly dried and purged with argon, 40 ml of a diethyl ether solution containing 1.03 
g (5.12 mmoQ of the ligand precursor (1 1) was cooled to -78 °C. To the solution, 3.4 ml of a hexane solution containing 
5. 1 2 mmol of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 5.0 ml of a heptane solution of tita- 
nium tetrachloride (concentration of titanium tetrachloride: 0.5 mmot/rrri) and 30 ml of diethyl ether, said mixture having 
been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 12 hours. The 
reaction solution was ffltered through a glass filter. arKl the filtrate was vacuum concentrate 

dissolved in 5 ml of methylene chloride, and to the solution was slowly added 10 ml of hexane with stirring. The mixture 
was allowed to stand at room terrtperatu re to precipitate a black sol id . The solid was tttered off by a glass fflter, washed 
with hexane and vacuum dried to obtain 0.64 g (1.24 mmol, yield: 48%) of a black solid. The analytical results of the 
black solid are described below. 

'H-NlvIR (CDCfe): 3.6-4.0 (m, 6H). 6.0-8.2 (m, 16H) 

FD-mass spectrometry: 516^+) 

[0259] From the above results, the black solid proved to be a compound (transition metal compound ( 1 1 -A)) repre- 
sented by the following formula. 
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OMe 




Synthesis Example 17 
Synthesis of lioand precursor (12) 

[0260] Into a 200 ml reactor thoroughly purged with nitrogen. 80 ml of ethanol, 8.64 g (53.63 rnmoQ of triftuoro-p- 
tokikfine and 5.1 g (53.63 mmoQ of pyrrole-2K&rbaxyaldehyde were introduced, then 0.5 ml of acetic acid was added, 
and the mixture was stirred at room temperature for 3 days. The reaction solution was vacuum concentrated to remove 
the solvent and the concentrate was vacuum dried to obtain 10.1 6 g (42.7 mmol, yield: 79.5 %) of a black solid. The 
analytical results of the black so&d are described below. 

1 H-NMR (CDCy: 6.30 (dd, 1H). 6.72 (d, 1H), 6.98 (d. 1H), 7.26 (d, 2H), 7.60 (d, 2H), 8.28 (s> 1H), 9.70 (brs, 1H) 
FD-mass spectrometry: 238 

[0261 ] From the above results, the black solid proved to be a compound (ligand precursor (12)) represented by the 
following formula. 




Synthesis of transition metal compound (12-A) 

[0262] In a 100 ml reactor thoroughly dried and purged with argon, 40 ml of a diethyl ether solution containing 1.13 
g (4.73 mmol) of the ligand precursor (12) was cooled to -78 °C. To the solution, 3.0 ml of a hexane solution containing 
4.73 mmol of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 4.7 ml of a heptane solution of tita- 
nium tetrachloride (concentration of titanium tetrachloride: 0.5 rnmolAnl) and 30 ml of diethyl ether, said mixture having 
been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 1 2 hours. The 
reaction solution was ffltered through a glass filter, and the filtrate was vacuum concentrated. The solid precipitated was 
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dissolved in 5ml of methylene chloride, and to the solution was slowly added 10 ml of hexane with stirring. The mixture 
was allowed to stand at room temperatur to precipitate a Mack solid. The solid was ffitered off by a glass fflter, washed 
with hexane and vacuum dried to obtain 0.81 g (1 .37 mmol, yield: 58%) of a black powder. The analytical results of the 
black powder are described below. 

'H-NMR (CDCfe): 6.10 (dd, 2H), 6.50 (d, 2H), 6.8-8.5 (m, 12H) 
FD-mass spectrometry: 592(M + ) 

[0263] From the above results, the black powder proved to be a compound (transition metal compound ( 1 2-A)) rep- 
resented by the following formula. 



Synthesis Example 18 
Synthesis of Koand precursor (13) 

[0264] Into a 200 ml reactor thoroughly purged with nitrogen, 80 ml of ethanol, 4.56 g (33.72 mmol) of o-isopropy- 
laniline and 3.22 g (33.83 mmol) of pyrrole-2^rboxyaldehyde were introduced, then 0.5 ml of acetic acid was added, 
and the mixture was stirred at room temperature for 3 days. The reaction solution was vacuum concentrated to remove 
the solvent, and the concentrate was vacuum dried to obtain 5.2 g (24.5 mmol, yield: 72.6 %) of a white solid. The ana- 
lytical results of the white solid are descrbed below. 

1 H-NMR (CDCI3): 1 .20 (d, 6H), 3.56 (m, 1H), 6.28 (dd, 1H), 6.5-7.0 (m, 2H), 7.1-7.4 (m, 4H), 8.20 (s, 1 H), 9.78 (brs, 
1H) 

FD-mass spectrometry: 212 

[0265] From the above results, the white solid proved to be a compound (ligand precursor (13)) represented by the 
following formula 
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Synthesis of transition metal compound (13-A) 

[0266] tn a 100 ml reactor thoroughly dried and purged with argon, 40 ml of a diethyl ether solution containing 1.0 
g (4.71 mmoO of the ligand precursor (13) was cooled to -78 °C. T the solution, 3.15 ml of a hexane solution containing 

5 4.71 mmol of n-BuLi was slowly dropwise added, and the temperature of th resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 4.71 ml of a heptane solution of tita- 
nium tetrachloride (concentration of titanium tetrachloride: 0.5 mmolAnl) and 20 ml of diethyl ether, said mixture having 
been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 12 hours. The 

to reaction solution was fttered through a glass filter, and the filtrate was vacuum concentrated. The solid precipitated was 
dissolved in 5 ml of methylene chloride, and to the solution was slowly added 10 ml of hexane with stirring. The mixture 
was allowed to stand at room temperature to precipitate a black solid. The solid was filtered off by a glass filter, washed 
with hexane and vacuum dried to obtain 0.22 g (0.41 mmol, yield: 17%) of a black powder. The analytical results of the 
black powder are described below. 

15 

1 H-NMR (CDCy: 1.0-1.4 (m, 12H), 3.4-3.6 (m, 2H), 6.3-8.0 (m, 16H) 
FD-mass spectrometry: 540(M + ) 

[0267] From the above results, the black powder proved to be a compound (transition metal compound ( 1 3-A)) rep- 
20 resented by the following formula 



25 



30 




35 

Synthesis Example 19 

Synthesis of fioand precursor f14) 

40 [0268] Into a 200 ml reactor thoroughly purged with nitrogen, 100 ml of ethanol, 5.0 g (49.4 mmol) of n-hexytemine 
and 4.7 g (49.4 mmd) of pynde-2^arboxyakjehyde were introduced, and they were stirred at room temperature for 12 
hours. The reaction solution was vacuum concentrated to remove the solvent, and the concentrate was vacuum dried 
to obtain 8.54 g (47.9 mmol. yield: 96.4 %) of a brown liquid. The analytical results of the brown liquid are descrtoed 
below. 

45 

1 H-IMMR (CDCy . 0.90 (d, 3H), 1.30 (m, 6H), 1.65 (m, 2H), 3.52 (t 2H), 6.24 (dd, 1H). 6.45 (d, 1H), 6.88 (d. 1H), 
8.08 (s,1H), 9.48 (brs,1H) 
FD-mass spectrometry: 178 

so [0269] From the above results, the brown liquid proved to be a compound (ligand precursor (14)) represented by 
the following formula. 
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gyofceas of transition metal compound (14-A) 

15 

[0270] In a 100 ml reactor thoroughly dried and purged with argon. 40 ml of a diethyl ether solution containing 1.03 
g (5.72 mmol) of the ligand precursor (1 4) was cooled to -78 °C. To the solution. 3.83 ml of a hexane solution containing 
5. 72 mmol of n-BuLi was slowly dropwise added, and the temperature of the resulting solution was raised to room tem- 
perature. The solution was then slowly dropwise added to a mixture consisting of 5.72 ml of a heptane solution of tfta- 

20 rtium tetrachloride (concentration of titanium tetrachloride: 0.5 mmolAni) and 30 ml of diethyl ether, said mixture having 
been cooled to -78 °C. After the dropwise addition was completed, the temperature of the resulting solution was slowly 
raised to room temperature with stirring. Then, the solution was further stirred at room temperature for 12 hours. The 
reaction solution was filtered through a glass filter, and the filtrate was vacuum concentrated. The solid precipitated was 
dissolved in 5 ml of methylene chloride, and to the solution was slowly added 40 ml of hexane with stirring. The mixture 

25 was allowed to stand at room temperature to precipitate a black solid. The solid was f ftered off by a glass fflter. washed 
with hexane and vacuum dried to obtain 0.50 g (1 .05 mmol. yield: 37 %) of a black solid. The analytical results of the 
black solid are described below. 

1 H-NMR (CDCI3): 0.8-1.6 (m, 22H), 2.7-3.3 (m, 4H), 6.28 (dd. 2H), 7.68 (d t 2H). 7.7-8.0 (m, 4H) 
30 FD-mass spectrometry: 472(M + ) 

[0271] From the above results, the black solid proved to be a compound (transition metal compound (14-A)) repre- 
sented by the following formula. 




45 

Ex a mpl es 1 - 18 

[0272] Into a 500 ml glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the 
so liquid phase and the gas phase were saturated with ethylene at a flow rate of 1 00 l/hr. To the autoclave, 1 .25 mmol (in 
terms of aluminum atom) of methylaluminaxane was added, and then 0.005 mmol of the transition metal compound 
shown in Table 1 was successively added to initiate polymerization. The reaction was conducted at 25 °C for the period 
of time shown in Table 1 in an atmosphere of an ethylene gas at ordinary pressure. Then, a small amount of isobutyl 
alcohol was added to terminate the polymerization. After the polymerization was completed, the reaction product was 
55 introduced into a large amount of methanol to precipitate the total amount of a polymer. Then, hydrochloric acid was 
added, and the mixture was filtered through a glass filter. The resulting polymer was vacuum dried at 80 °C for 10 hours 
to obtain polyethylene (PE). Th results are set forth in TaW 1. 
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Table 1 



10 



20 



30 





Transition metal 
compound 


Polymerization 
time (rrrin) 


Yield of polymer (g) 


Polymerization 
activity *1 


Intrinsic viscosity 

(n) (dt/g) 


Ex 1 


1-A 


5 


0.94 


2.27 


2.03 


Ex. 2 


1-B 


30 


0.52 


0.21 


18.3 


Ex. 3 


2-A 


30 


0.16 


0.06 


13.0 


Ex 4 


3-A 


30 


0.09 


0.04 


9.56 


Ex 5 


3-B 


30 


0.16 


0.07 


12.0 


Ex 6 


4-A 


5 


1.32 


3.17 


13.9 


Ex 7 


4-B 


30 


0.34 


0.13 


4.64 


Ex 8 


4-C 


30 


0.02 


0.01 


5.10 


Ex 9 


5-A 


30 


0.29 


0.11 


18.6 


Fx 10 


6-A 


30 


0.08 


0.04 


15.0 


Ex. 1t 


7-A 


20 


029 


0.17 


2.25 


Ex. 12 


8-A 


10 


0.76 


0.91 


30.3 


Ex. 13 


9-A 


10 


0.33 


0.36 


2.01 


Ex. 14 


10-A 


20 


029 


0.17 


11.0 


Ex. 15 


11-A 


5 


0.91 


2.19 


5.57 


Ex.16 


12-A 


5 


1.38 


3.32 


2.78 


Ex.17 


13-A 


10 


0.02 


0.02 


4.37 


Ex.18 


14-A 


20 


0.42 


0.25 


18.3 



*1 : kg/mmo! (transition metal) * hr 



35 Examples 19-34 

[0273] Into a 500 ml glass autoclave thoroughly purged with nitrogen, 250 mJ of toluene was introduced, and the 
liquid phase and the gas phase were saturated with ethylene at a flow rate of 100 l/hr. To the autoclave, 0.25 mmd (in 
terms of aluminum atom) of triisobutytaluminum was added, and then 0.005 mmol of the transition metal compound 

40 shown in Table 2 was successively added. Thereafter, 0.006 mmol of triphefiytcarbeniumte* 

nyQborate was added to initiate polyrnerization. The reaction was conducted at 25 °C tor the period of time shown in 
Table 2 in an atrnosphere of an ethylene gas at ordinary pressura Then, a small amount of isobutyi alcohol was added 
to terminate the polymerization. After the polymerization was completed, the reaction product was introduced into a 
large amount of methanol to precipitate the total amount of a polymer. Then, hydrochloric acid was added, and the mix- 

45 ture was filtered through a glass filter. The resulting polymer was vacuum dried at 80 °C for 10 hours to obtain polyeth- 
ylene (PE). The results are set forth in Table 2. 
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Tab! 2 



10 





Transition metal 
compound 


Polymerization 
time (min) 


Yield of polymer (g) 


Polymerization 
activity *1 


Intrinsic viscosity 
fa) (dt/g) 


Ex. 19 


1-A 


10 


0.20 


0.24 


29.8 


Ex. 20 


1-B 


30 


0.11 


0.04 


24.3 


Ex. 21 


2-A 


30 


0.30 


0.12 


30.4 


Ex. 22 


3-A 


30 


0.10 


0.04 


16.1 


Ex. 23 


3-B 


30 


0.16 


0.07 


12.0 


Ex. 24 


4-A 


5 


1.10 


2.64 


21.3 


Ex 25 


4-B 


30 


0.21 


0.08 


7.04 


Ex. 26 


5-A 


5 


0.67 


1.62 


24.9 


Ex. 27 


7-A 


20 


0.09 


0.06 


11.1 


Ex.28 


8-A 


30 


0.24 


0.10 


22.0 


Ex.29 


9-A 


30 


0.07 


0.03 


10.5 


Ex 30 


10-A 


10 


0.46 


0.55 


30.9 


Ex 31 


11-A 


30 


0.20 


0.08 


*2 


Ex 32 


12-A 


10 


055 


0.30 


*2 


Ex 33 


13-A 


10 


0.06 


0.08 


23.0 


Ex 34 


14-A 


10 


0.78 


0.94 


*2 



# 1 : kg/mmol(lransition metal) * hr 

*2: immeasurable (The polymer under teat was insoluble in a solvent tor measuring intrinsic viscosity.) 



Examples 35 - 39 

35 [0274] Into a 500 ml glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the 
liquid phase and the gas phase were saturated with a mixed gas of ethylene (flow rate: 50 l/hr) and propylene (flow rate: 
150 l/hr). To the autoclave, 1 .25 mmol (in terms of aluminum atom) of methylaluminoxane was added, and then 0.005 
rnmol of the transition metal compound shown in Table 3 was successively added to initiate polymerization. The reac- 
tion was conducted at 25 °C for the period of time shown in Table 3 in an atmosphere of the mixed gas at ordinary pres- 

40 sure. Then, a small amount of isobutyl aicohol was added to terrninate the polymerization . After the porymerization was 
completed, the reaction product was introduced into a large amount of methanol to precipitate the total amount of a pol- 
ymer. Then, hydrochloric acid was added, and the mixture was filtered through a glass fitter. The resulting polymer was 
vacuum dried at 80 °C for 10 hours to obtain an ethyiene/ipropylene copolymer (EPR). The results are set forth in Table 
3. 

45 



Table 3 



so 



55 





Transition 
metal com- 
pound 


Polymeriza- 
tion time (min) 


Yield of poly- 
mer (g) 


Polymerization 
activity *1 


Intrinsic viscos- 
ity (nMdifc) 


Content of pro- 
pylene (mol%) 


Ex.35 


1-A 


60 


0.30 


0.02 


4.94 


30.7 


Ex 36 


4-A 


30 


2.25 


0.90 


8.52 


29.9 


Ex 37 


8~A 


30 


0.37 


0.15 


17.5 


34.2 


Ex 38 


11-A 


30 


0.90 


0.36 


6.43 


51.2 


Ex. 39 


12-A 


30 


0.77 


0.31 


4.44 


34.7 



*1 : kgfrnmoKtransition metal) • hr 
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Examples 40-42 

[0275] brrto a 500 mi glass autoclav thoroughly purged with nitrogen, 250 mi of toluene was introduced, and the 
liquid phase and the gas phase were saturated withamixedp^of ethylen (flow rat : 50 l/hr) and propylene (flow rate: 

5 150 l/hr). To the autoclave, 025 mmol (in terms of aluminum atom) of tritsooutytalurninum was added, and then 0.005 
mmol of the transition metal compound shown in Table 4 was successively added. Thereafter, 0.006 mmol of triphenyi- 
«irbeniumtetrakis(pem was added to initiate polymerization. The reaction was conducted at 50 °C 

for the period of time shown in Table 4 in an atmosphere of the mixed gas at ordinary pressure. Then, a small amount 
of rsobutyl alcohol was added to terminate the polymerization. After the polymerization was completed, the reaction 

10 product was introduced into a large amount of methanol to precipitate the total amount of a polymer. Then , hydrortloric 
acid was added, and the mixture was filtered through a glass fftter. The resulting polymer was vacuum dried at 80 °C 
for 1 0 hours to obtain an ethyleneflpropylene copolymer (EPR). The results are set forth in Table 4. 



Table 4 





Transition 
metal com- 
pound 


Polymeriza- 
tion time (min) 


Yield of poly- 
mer (g) 


Polymerization 
activity*! 


Intrinsic viscos- 
ity (n)(c«/g) 


Content of pro- 
pylene (mol%) 


Ex.40 


4-A 


30 


020 


0.08 


4.08 


&4 


Ex 41 


5-A 


30 


0.08 


0.03 


27.9 


12.0 


Ex.42 


14-A 


30 


0.12 


0.05 


27.8 


9.2 



*1 : kg/mmol(transaion metal) • hr 

25 

Examples 43-45 

[0276] Into a 500 ml glass autoclave thoroughly purged with nitrogen, 250 ml of toluene was introduced, and the 
30 liquid phase and the gas phase were saturated with ethylene at a flow rate of 100 l/hr. Then, 1 -hexene in the amount 
shown in Table 5 was further introduced. To the autoclave, 1 25 mmol (in terms of aluminum atom) of methytaluminox- 
ane was added, and then 0.005 mmol of the transition metal compound shown in Table 5 was successively added to 
initiate polymerization. The reaction was conducted at 25 °C for the period of time shown in Table 5 in an atmosphere 
of an ethylene gas at ordinary pressure. Then, a small amount of isobutyl alcohol was added to terminate the polymer- 
35 izatfon. After the polymerization was completed, the reaction product was introduced into a large amount of methanol 
to precipitate the total amount of a polymer. Then, hydrochloric acid was added, and the mixture was filtered through a 
glass filter. The resulting polymer was vacuum dried at 80 °C for 10 hours to obtain polyethylene (PE). The results are 
set forth in Table 5. 

40 

Table 5 





Transition 
metal com- 
pound 


Amount of 1- 
hexene (ml) 


Polymeriza- 
tion time 
(min) 


Yield of pol- 
ymer (g) 


Polymeriza- 
tion activity 
*1 


Intrinsic vis- 
cosity ft) 

(di/g) 


Content of 1- 
hexene 
(mor%) 


Ex.43 


4-A 


5 


5 


2.10 


5.04 


7.65 


1.5 


Ex.44 


4-A 


10 


5 


1.24 


2.97 


6.73 


2.0 


Ex.45 


4-A 


15 


5 


0.94 


2.26 


557 


2.9 



50 *t:kg/mmol(transttion metal) *hr 



[0277] In the measurement of an intrinsic viscosity of the polymer obtained in each example, the polymer was dis- 
solved in decalin and the intrinsic viscosity was measured at 1 35 °C using a Ubbetohde viscometer. 
55 [0278] The content of propylene or 1 -hexene in the copolymer was measured by IR analysis (Nippon Bunko FT1R- 
350). 
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Claims 

1. An olefin polymerization catalyst comprising (A) a transition metal compound represented by th following formula 
(I): 




wherein M is a transition metal atom selected from Group 3 to Group 11 of the periodic table, 

U is a carbon atom having a substrtuent group R 2 , a nitrogen atom or a phosphorus atom, 
A is a nitrogen atom or a phosphorus atom, 

Q is a carbon atom having a substrtuent group R 3 , a nitrogen atom or a phosphorus atom, 
S is a carbon atom having a substrtuent group R 4 , a nitrogen atom or a phosphorus atom, 
T is a carbon atom having a substrtuent group R 5 , a nitrogen atom or a phosphorus atom, 
m is an integer of 2 to 6, 

R 1 to R 5 may be the same or different, when M is a transition metal atom selected from Group 3 to Group 5 
and Group 7 to Group 1 1 of the periodic table, they are each a hydrogen atom, a halogen atom, a hydrocarbon 
group, a heterocyclic compound residual group, an oxygen-containing group, a nitrogen-containing group, a 
boron-containing group, a sulfur-containing group, a phosphoojs-containing group, a silicon-containing group, 
a germanium-containing group or a tin-containing group, and when M is a transition metal atom selected from 
Group 6 of the periotfc table, R 1 is a hydrogen atom, a halogen atom, an alphatic riydrocarbon group, an ali- 
cyclic hydrocarbon group, a heterocycfic compound residual group, an oxygen-containing group, a nitrogen- 
containing group, a boron-containing group, a sulfur-containing group, a phosphorus-containing group, a sili- 
con-containing group, a germanium-containing group or a tin-containing group and R 2 to R 5 are each a hydro- 
gen atom, a halogen atom, a hydrocarbon group, a heterocyclic compound residual group, an oxygen- 
containing group, a rirtrogen-containing group, a boron-containing group, a sulfor-containtng group, a phospho- 
rus-containing group, a silkxm-containing group, a gerrnanium-containing group or a tin-containing group; 
two or more of R 1 to R 5 may be bonded to each other to form a ring, and one group of R 1 to R 5 contained in 
one ligand and one group of R 1 to R 5 contained in another ligand may form a bonding group or a single bond; 
n is a number satisfying a valence of M, and 

X is a hydrogen atom, a halogen atom, a hydrocarbon group, an oxygen-containing group, a sulfur-containing 
group, a nitrogen-containing group, a boron-containing group, an aluminum-containing group, a phosphorus- 
containing group, a halc^en-containing group, a heterocyclic compound residual group, a silicon-containing 
group, a gemiartium-coritairting group or a tin-containing group, and when n is 2 or greater, plural groups indi- 
cated by X may be the same or different to each other and plural groups indicated by X may be bonded to each 
other to form a ring. 

2. An olefin polymerization catalyst comprising: 

(A) a transition metal compound represented by the above formula (I), and 

(B) at least one compound selected from: 

(B-1) an organometallic compound, 

(B-2) an organoaluminum oxy-compound, and 
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(B~3) a compound which reacts with the transition metal compound (A) to form an ion pair. 

An olefin polymerization catalyst comprising a carrier (C) in addition to the transition metal compound (A) of claim 
1 and at least one compound (B) of claim 2 selected from th organometallic compound (B-1), the organoaluminum 
oxy-compound (B-2) and the compound (B-3) which reacts with the transition metal compound (A) to form an ton 
pair. 

A process tor olefin polymerization, comprising polymerizing a copolymer izing an olefin in the presence of the ole- 
fin polymerization catalyst of any one of claims 1 to 3. 
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Fig.1 

(A) Transition metal component 




(B) Organometallic component 



Organometallic compound 



C 



Organoaluminium oxy-compound 



C 



Ionizing ionic compound 



> 



(C) Third component 
(Carrier) 



Olefin 
(co) Polymer 



*1:M :atom of Group 3 — Group 11 U:R 2 -C,N,P A:N,P 

Q:R 3 -C,N,P S:R 4 -C,N,P 

T:R 5 -C,N,P m:2~6 

R 1 — R 5 : hydrogen, hydrocarbon group,silicon-containing group or the like 
(when M is an atom of Group 6, R 1 is not an aromatic hydrocarbon group) 

n : number satisfying a valence of M 

X : hydrogen, hydrocarbon group or the like 
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